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position containing a thermoplastic resin and a solid 
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kinds of compounds (0 a mufti ester compound of (A) 
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(A1) an alcohol having a substituted cyclohexane ring or a substituted cydohexene ring substituted by at least one of 
an alkyl group and having at least 3 carbons in the alkyl group, or (A2) an alcohol having a bridged ring containing at 
least one of a six-member ed carbon ring with (B) a polybasic add, (Ha) a phosphorus compound having a melting point 
of 55 to 100°C, etc., and 0iia) a diester compound of (C) (d) hydroquinone or lesorcinol wherein benzene ring may be 
substituted by an alkyl group, or (c2) catechol wherein benzene ring is substituted by an alkyl group with (D) an organic 
monobasic acid. Further, the thermoplastic resin composition of the present invention is high in safeness to human gen- 
ital organs. The thermoplastic resin composition can be employed as a thermally- and pressure-sensitive adhesive, and 
there can be obtained a thermally- and pressure-sensitive adhesive sheet having an excellent blocking resistance by 
coating it over a base material sheet. 
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Description 
TECHNICAL FIELD 

s [0001 ] The present invention relates to a thermoplastic resin composition which is employed for a so-called delay ed- 
tack label, a thermaily-and pressure-sensitive adhesive, a thermally-sensitive sheet and a method for the preparation 
thereof, and, in more detail, it relates to a thermoplastic resin composition, a thermally- and pressure-sensitive adhe- 
sive, a thermally- and pressure-sensitive adhesive sheet which do not show tackiness at ordinary temperatures and 
show tackiness by heating, and a method for the preparation thereof. Further, the present invention relates to a record- 

10 ing sheet on which a delay ed-tack layer is formed, and which is useful for an ink-jet recording, and a method for the 
preparation thereof, and a shrink label on which a delayed tack layer is formed, and by which bottles are in contact cov- 
ered by thermal shrinking. 

[0002] Still further, the present invention relates to a water-based resin composition which is employed as an under 
coat, over coat, clear coat, and linings for various materials such as wooden materials, plastics, papers, and metals, and 
15 a rater-based coating agent using the water-based resin composition. In addition, the present invention relates to a 
water-based coating composition. In more detail, the present invention relates to a water-based coating composition 
which is particularly excellent as a surface-treating agent for a porous plate such as a calcium silicate plate and an ALC 
plate, or an under-coating agent 

20 BACKGROUND ART 

[0003] Heretofore, as a label for sticking on a vessel such as a glass bottle and a PET bottle, there have been 
employed a glue label in which a glue is coated on a base material for a label, and simultaneously stuck on a vessel, 
and an adhesive label, eta in which a pressure-sensitive adhesive is coated on a base material for a label and a releas- 
es ing paper is laminated on the pressure-sensitive adhesive. 

[0004] However, in the existing circumstances, the glue label is not recently preferred so much because of necessity 
of a viscosity control for the pressure-sensitive adhesive and being troublesome in cleaning of a machine for coating the 
pressure-sensitive adhesive. 

[000$] Also, an adhesive label on which a releasing paper is laminated is not preferred because of production of a 
so large amount of the releasing paper which is a waste stripped from the label, being troublesome in disposal, and also 
from a viewpoint of saving of resources. 

[0006] As a label for solving the problems, there has been known a label which is called a delayed-tack label. 
[0007] In the delayed-tack label, a delayed-tack layer is formed on a base material for a label. Although the delayed- 
tack layer does not show an adhesive property at ordinary temperatures, it shows an adhesive property by heating and, 
55 a releasing paper is not required and, moreover, it has an advantage that it can be readily fitted on a bottle by only heat- 
ing. 

[0008] In the delayed-tack layer, particles of a solid plasticizer and, optionally, particles of a tackifier are usually dis- 
persed on a thermoplastic resin having a glass transition temperature of 0-30°C or so, and the solid plasticizer is melted 
by heating, whereby, the thermoplastic resin is plasticized, resulting in that an adhesive property is produced. 
40 [0009] As the above-described solid plasticizer, for example, dicyclohaxyl phthatate is well known (J P-A-6 1009479, 
JP-A-07278521, JP-A-071 45352, and JP-A-08333565 Official Gazettes). 

[001 0] The above-described delayed-tack label is often prepared through a heating process for drying after coating a 
pressure-sensitive thermally adhesive which is an emulsion type on a back surface of a base material. As heating tem- 
perature in the case, a low temperature of not more than 45°C is required in order to prevent manifestation of tackiness 

46 in dicyclohexyl phthalate at a stage of formation of a pressure-sensitive adhesive layer. 

[001 1] However, since the heating at such the low temperature requires a long time of period for a heating and drying 
process, there is a problem that there ends to lower productivity of the delayed-tack label. Further, as described here- 
inabove, since a releasing paper is not employed in the delayed-tack label, for example, if it is stored in a heaped state 
for a long time of period under a high temperature in the summer, there gradually occurs the plasticizafion of the ther- 

so moplastic resin by dicyclohexyl phthalate, resulting in that there is caused a so-called blocking that the labels are stuck 
each other. For that reason, there is a problem that a cooling apparatus is required in order to prevent the blocking. Still 
further, there is also a problem that adhesive strength and transparency are disappeared within a short time of period 
in a conventional delayed-tack label. In addition, there have been recently desired a thermoplastic resin containing a 
plasticizer, which do not adversely affect to natural circumstances, a thermaily-and pressure-sensitive adhesive, and a 

55 thermaily-and pressure-sensitive adhesive sheet, etc. with a rise of an interest in an environmental protection. 

[0012] JP-A-08325535 Official Gazette discloses a thermally- and pressure-sensitive sheet in which dicyclohexyl 
phthalate having an average particle diameter of not more than 4 \xm is employed together with a solid plasticizer such 
as N-cyclohexyl-p-toluene suffone amide as a solid plasticizer. Also, JP-A-09067551 Official Gazette proposes the use 
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of two or more kinds of esters of benzene dicarboxyiic add which is solid at 25°C as a solid plasticizer in order to elevate 
a blocking resistance. And also, JP-A-091 69870 Official Gazette proposes a retardarrt in crystallization such as triben- 
zyl trimerritate in order to improve a balance between a blocking resistance and an adhesive property in a conventional 
thermally-sensitive delayed-tack type adhesive thermoplastic resin composition. However, even though the solid plasti- 
5 cizers and the retardant in crystallization are employed, there is not always obtained a sufficiently satisfied result in view 
of the blocking resistance, adhesive strength, and durability of transparency. 

[0013] JP-A-61 009479 Official Gazette discloses a thermally-sensitive adhesive in which there is cured a layer com- 
posed of a composition comprising 100 parts by weight of an acrylic polymer, 20-100 parts by weight of a crystalline 
plasticizer. 5-50 parts by weight of an unsaturated vinyl monomer by irradiation of an electronic beam. JP-A-0601 7018 
10 Official Gazette discloses an adhesive composition containing (A) (a) 4-25% by weight of an aliphatic conjugated dide- 
fine-based monomer, (b) 1-15% by weight of an ethylenic unsaturated carboxyiic acid, and (c) 60-95% by weight of 
other vinyl monomers, (B) a crystalline plasticizer, and (C) a tackifier. Also, JP-A-08269420 Offidal Gazette disdoses 
an delayed-tack type pressure sensitive adhesive composition comprising (A) a solution containing a resin having a 
glass transition temperature of not less than 20°C obtained by copolymerizing (a) 3-60% by weight of an unsaturated 

rs monomer having carboxyiic group, and (b) 40-97% by weight of a hydrophobic monomer, (c) other monomers, in which 
not less than 5% of the resin is solubilized and (B) an acrylic resin water-based emulsion comprising a resin having a 
glass transition temperature of not more than -30°C. The composition has the weight ratio of (A)/(B) of 15/85-50/50 in 
nonvolatile components in the above-described respective components. However, the pressure sensitive adhesives are 
not always sufficiently satisfied in view of an adhesive force, a holding power, and water resistance. 

20 [0014] On the other hand, in a delayed-tack label in which the above-described pressure sensitive adhesives are 
employed, since stripping strength shows a tendency of increasing with a lapse of time after sticking by heating, the 
delayed-tack label ends to became incapable of being readily stripped in the case that removal is required after use6. 
As described hereinabove, difficulty of stripping causes a problem that it cannot be employed for bottles on the premise 
of reuse by recovery as in, for example, bottles for beer. Also, if those are stuck on PET bottles, those cannot be recy- 

25 cled after use, resulting in that it is not preferred from a viewpoint of saving of resources. 

[001 5] J P-A-0625901 6 Offidal Gazette disdoses a thermally-and pressure-sensitive adhesive label in which a water- 
soluble or water-dispersible type water-based coating layer and a water-insolubfe/hydrophobic coating layer are formed 
between a base material for a label and a thermally- and pressure-sensitive adhesive layer, whereby, it can be stripped 
by boiled water or steam. Also, J P-A-0625901 7 Offidal Gazette disdoses a thermally-and pressure-sensitive adhesive 

30 label in which a thermally-expansible coating layer and a water-insoIuUe/hydrophobic coating layer are formed between 
a base material for a label and a thermally-and pressure-sensitive adhesive layer, whereby, it can be stripped by boiled 
water or steam. Although the thermally-and pressure-sensitive adhesive labels can be stripped by boiled water or 
steam, those are poor in heat resistance, and preparation becomes complicated because of a multi-layers structure, 
resulting in that preparation costs become high. 

35 [0016] JP-A-063 14062 Offidal Gazette disdoses a thermally- and pressure-sensitive adhesive label which can be 
stripped through immersion into a water-soluble solvent by mixing thermally-expansible microcapsules and a water-sol- 
uble polymer in the thermally-and pressure-sensitive adhesive layer. In the thermally-and pressure-sensitive adhesive 
label, a stripping property can be somewhat improved. However, the pressure-sensitive adhesive occasionally remains 
at a body to be stuck, and it is poor in water resistance because of mixing the water-soluble polymer. 

40 [0017] JP-A-08231929 Official Gazette discloses a pressure-sensitive adhesive sheet in which a heat-sensitive strip- 
pable layer composed of a polymeric material and a solid plasticizer is formed between a base material for a label and 
a thermally-and pressure-sensitive adhesive layer, whereby, it can be stripped from a body to be stuck. 
[0018] However, in the case of pressure-sensitive adhesive sheet, a portion of the heat-sensitive strippable layer 
occasionally remains at a body to be stuck. Also, an adhesive strength is weak between the base material and the ther- 

46 mally-and pressure-sensitive adhesive layer, resulting in that an adhesive strength is weak between the pressure-sen- 
sitive adhesive sheet and the body to be stuck. 

[0019] JP-A-08269420 Official Gazette discloses the use of a thermally-and pressure-sensitive adhesive in which a 
weight average molecular weight (Mw) is 3000-30000 in the above-described component (A), whereby, there is sup- 
pressed appearance of an adhesive property in coating-drying step and storing step of a sheet in a rolled state. For that 

so reason, although the thermally-and pressure-sensitive adhesive is excellent in a storing property, since a stripping 
strength becomes high because of the primary component (B), it is not appropriate in restripping. 
[0020] Also, printing in surface of a delayed-tack label is often carried out by a photogravure printing and, therefore, 
it is desired that coating of the thermally- and pressure-sensitive adhesive in back surface of the label is simultaneously 
carried out by a photogravure printing. If the thermally-and pressure-sensitive adhesive can be coated by a photogra- 

66 vure printing, there can be largely simplified a preparation process of the thermally-and pressure-sensitive adhesive 
sheet 

[0021] However, the coating amount of a coating solution per a unit area is limited in the photogravure printing. 
Accordingly, the thickness ends to become relatively thin in a coating layer formed by the thermally- and pressure-sen- 
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srtive adhesive in a sheet obtained. On the other hand, in order to obtain an adhesive strength to be required, it is 
required to increase the thickness in a layer of the thermally-and pressure-sensitive adhesive to a certain extent 
Accordingly, the thermally-and pressure-sensitive adhesive cannot be coated up to a necessary amount of a coating 
layer in the photogravure printing, resulting in that there cannot be obtained a thermally-and pressure-sensitive adhe- 

s sive which is capable of producing an adhesive strength to be required. In addition, since a coating speed is large in the 
photogravure printing, a drying time of period is short. For that reason, even though an emulsion of a thermally-and 
pressure-sensitive adhesive can be coated over a base sheet in the amount which is capable of producing an adhesive 
strength to be required, there is a problem that it cannot be dried before a roiling process after printing. 
[0022] Further, when the thickness is thin in a layer of the adhesive in a conventional thermally-and pressure-sensitive 

10 adhesive sheet in the case that it is stuck on a body to be stuck after producing tackiness by heating, an adhesive 
strength is insufficient immediately after sticking. As a result, there is a problem that a thermally-and pressure-sensitive 
adhesive sheet is stripped in a packing process or a wrapping process for glass bottles or PET bottles. 
[0023] On the other hand, full-coloration can be readily applied in an ink-jet recording method and, since the method 
is excellent in low-noise and printing quality, it is rapidly coming in recent into wide use. In the ink-jet recording method, 

is a water-based ink is employed from a viewpoint of safeness and recording applicability, and printing is attained by 
spraying small drops of an ink from a nozzle toward a recording sheet For that reason, quick absorption of an ink is 
required in the recording sheet That is, in a recording sheet having a low absorptive property, an ink is remained on the 
surface of a recording sheet over a long time of period even after termination of printing, resulting in that the recording 
sheet is partially made dirty by a contact with a portion of a machine, a contact with a worker, and by laminating the 

zo recording sheet. Further, a large amount of ink sprayed is mixedly f town out without absorption in an image section of 
a high density, resulting in that an image becomes blurred. Still further, water resistance is also required such that 
recorded images are not blurred even in the case that the recording sheet is wet by water. 

[0024] On the other hand, there has been developed a recording sheet in which an adhesive layer containing a 
delayed-tack type pressure-sensitive adhesive is formed on a base material so that it can be stuck on an article after 
25 recording characters, symbols, and designs. Although the recording sheet does not show tackiness at ordinary temper- 
atures, since it shows the tackiness by heating, a releasing paper is not required and, moreover, it has a merit of being 
capable of readily sticking on vessels, etc. by a simple operation of heating. 

[0025] For example, JP-A-051 69798 Official Gazette discloses a pressure-sensitive adhesive printing sheet in which 
a pressure-sensitive adhesive layer composed of a water-based delayed-tack type adhesive is coated on a photo-trans- 

30 missible base film such as a polyester film, and printing or printed characters are formed on the surface of the pressure- 
sensitive adhesive layer. Further, JP-A-08207426 Official Gazette discloses a sheet for an ink-jet recording in which one 
surface of a base material is coated by an ink-accepting layer which contains a thermoplastic resin such as an ethyl en e- 
vinyt acetate copolymer and an acrylic resin, a crystalline plastidzer. and a tackif ier. Still further, JP-A-093051 1 7 Official 
Gazette discloses a delayed-tack type pressure-sensitive adhesive sheet in which at least one surface of a base mate- 

35 rial is coated by an ink-accepting layer, and further, a delayed-tack layer composed of a pressure-sensitive adhesive 
such as a solid plastidzer and an ethylene- vinyl acetate copolymer and a tackrf ier is formed on the surface coated by 
the ink-accepting layer. 

[0026] However, a conventional recording sheet coated by a delayed-tack type pressure-sensitive adhesive layer has 
a cfisadvantage that an absorption property of an ink is low, and a characters-printing property is poor. 

40 [0027] On the other hand, there is a problem that in the case that a usual acrylic resin is employed as a thermoplastic 
resin (a pressure-sensitive adhesive) of which a pressure-sensitive adhesive layer combined with an ink-accepting layer 
is composed, although an adhesive strength is high, a blocking resistance is low. Also, there is a problem that in the 
case that an ethylene- vinyl acetate copolymer is employed as the thermoplastic resin (a pressure-sensitive adhesive), 
although a blocking resistance is excellent an ink-absorbing property and an adhesive strength are low. 

45 [0028] Further, there is known a recording sheet in which there is formed a pressure-sensitive adhesive layer com- 
posed of a hot-melt type pressure-sensitive adhesive or a delayed-tack type pressure-sensitive adhesive. One surface 
of the recording sheet is an ink-absorbing layer being capable of recording characters, symbols, and designs, etc., and 
another surface of the recording sheet is a sticking layer to an article (for example, a high-quality paper, a coat-paper, 
a plastic film, glass, and a metal, etc.). 

so [0029] For example, JP-A-091 46462 Official Gazette disdoses a thermally-adhesive type recording paper in which 
an ink-accepting layer is formed on one surface of a substrate, and there are formed (1) a hot-melt type pressure-sen- 
sitive adhesive containing a synthetic rubber, etc. as a base resin, and (2) a delayed-tack layer containing a thermoplas- 
tic resin which includes an acrylic resin, etc. and a solid plastidzer such as dicydohexytphthalate on another surface of 
the substrate. Such the recording paper, particularly, the recording paper in which a delayed-tack layer is formed does 

55 not have tackiness at ordinary temperatures. However, since the tackiness is produced by heating, there is an advan- 
tage that a releasing paper is not required, and it can be readily stuck to an artide by an easy operation of heating. 
[0030] However, in the recording sheet having a hot-melt layer containing a hot-meft-type pressure-sensitive adhesive 
such as a synthetic rubber, etc., and the recording sheet having a delayed-tack layer containing the solid plastidzer 
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such as dicydohexyl phthalate, for example, tf those are stored in a heaped state of a plurality of sheets for a long time 
of period under a high temperature in the summer, there is caused a so-called blocking phenomenon that the labels are 
stuck each other. For that reason, there is a problem that a cold reserving apparatus is required in order to prevent such 
the blocking. 

s [0031] Also, for example, in the case that there is formed the delayed-tack layer containing the solid plasticizer such 
as dicydohexyl phthalate, when a coating solution containing a thermoplastic resin and a solid plasticizer is coated and 
dried, a low temperature of not more than 45° C is required in order to prevent manifestation of tackiness by melting of 
the solid plasticizer. For that reason, there is a problem that productivity is lowered in a sheet for recording. 
[0032] On the other hand, as a label for sticking to vessels such as glass battles, PET bottles, and cans, there is devel- 

10 oped a shrink label in which an adhesive layer is formed on a thermally-shrinkable film, whereby, a label is f irmly fixed 
by thermally-shrinking of the adhesive and film. 

[0033] For example, JP-A-62227182 Official Gazette discloses a shrink label for a bottle already printed, in which a 
covering layer and an adhesive layer primarily composed of a pofyamide resin are successively formed on a shrink film. 
Further, JP-A-0431 1432 Official Gazette disdoses a shrink label for bottles having a thermally shrinking property at at 
is least one direction, in which there are successively laminated a designed ink layer, an anchoring resin layer, a metal- 
lized layer, and a thermally-sensitive adhesive layer on one surface thereof. The shrink label is molded into a cylindrical 
shape. However, in the labels disclosed in the Off idal Gazettes, a high temperature such as 180-280°C or so is required 
in order to produce an adhesive property. 

[0034] Further, as a label which can stick to a body to be stuck at relatively low temperature, as described herein- 
20 above, a delayed-tack label has been known. If an adhesive layer for the above-described shrink label is constructed by 
such a delayed-tack layer, it can be firmly stuck to bottles, etc. at a relatively low temperature. However, there is a prob- 
lem that in the case that dicydohexyl phthalate which is a conventional solid plasticizer is employed as a solid plasticizer 
mixed in a delayed-tack layer, although a label can be once stuck to the bottles, etc., an adhesive strength ends to lower 
within a short time of period, whereby, a clearance is occasionally generated between the label and a body to be stuck, 
25 and the label is apt to be peeled and, further, a printing portion becomes unclear by a dedine of transparency, and 
becomes unimpressive. 

[0035] Still further, solvents are being converted from an organic-based one into a water-based one in a field of a coat- 
ing agent from a viewpoint of environmental problems. However, there is a drawback that since a conventional water- 
based coating agent does not have crosslinkable functional groups, water resistance, solvent resistance, adhesion, and 
30 weatherability in a coating layer are poorer in the water-based coating agent than in a solvent-based coating agent Fur- 
ther, even in the water-based coating agent a staining resistance has been being required from a viewpoint of mainte- 
nance-free concept 

[0036] Therefore, as a water-based coating agent having crosslinkable functional groups, there is proposed (for exam- 
ple, confer JP-A-03021610 Offidal Gazette, etc.) a water-based coating agent in which there is employed a resin com- 
35 position which emulsifies a resin having an alkoxysilyl group which is one of hydrdyzable silyl groups. By the use of 
such the water-based resin composition, although it became possible to obtain a water-based coating agent having an 
improved water resistance, sdvent resistance, and adhesion, a weatherability and staining resistance are not still suf- 
fident 

[0037] As a method for improving a weatherability and staining resistance in a coating layer, there has been known a 
40 means by copolymerization of a polymerizable unsaturated monomer having a polydimethyisilaxane structure in a 
resin. However, if the copolymerization is carried out by a usual emulsion polymerization system, since potymerizability 
of the reactive polydimethylsiloxane is lower compared to other monomers, a large amount of gels are produced during 
the emulsion polymerization. 

[0038] Further, when it is intended to stably obtain a resin composition, there must be decreased the use amount of 
45 the reactive polydimethylsiloxane, resulting in that the weatherability and staining resistance cannot be obtained as 
being expected. 

[0039] On the other hand, in a siding base material in a ceramic industry such as a calcium silicate plate, an ALC 
plate, a f iexfcrfe board, a plaster slag, a pearlite. a powdered wood cement plate, and a precast concrete plate, and an 
inorganic-based porous base material such as a mortar and a concrete base material, surface coating is usually carried 

so out for the purpose of an improvement of durability and a fine appearance. 

[0040] in the case of the surface coating, if it is directly coated on the base materials, adhesion to the base materials 
becomes inferior. Accordingly, an under coating is carried out on the base materials. Therefore, in a primer errployed 
for the purpose, there are required an excellent water resistance, weatherabHity, and storage stability, etc. until using 
thereof, and adhesion to both the base materials and surface coating. 

55 [0041 ] As the primer to be employed for the purpose, there has been conventionally known a water-based resin com- 
position containing a water-soluble silicate and a synthesized resin. 

[0042] For example. JP-A-61 238860 Offidal Gazette disdoses a a composition containing a water-soluble silicate 
represented by the formula MgO-xSiaO (M is an alkali metal, and x is a value of 2.0-4.5) and an acrylic-based synthe- 
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sized emulsion and/or water-based solution. As an acrylic resin, there are disclosed an acrylate copolymer andasty- 
rene-acrylate copolymer, etc. 

[0043] Further, JP-A-07102241 Official Gazette discloses a a composition containing an acrylic-emulsified resin and 
a lithium silicate represented by the formula LiaO-nSiOa (n is a value of 3-8). According to Examples of the Official 
s Gazette, a methyimethacrylate/butylacryiate copolymer is employed as the acrylic resin. 

[0044] Still further JP-A-02308887 Official Gazette discloses a a composition containing an emulsion (A) of a vinyl 
copolymer having carboxylic groups and altocysiiyi groips and (B) a lithium silicate in the solid components weight ratio 

%^) B) y^^^ln the compositions described in the Official Gazettes, there is a problem that storage stability, etc. 
10 until using thereof is poor, and adhesion to a porous base material is insufficient. 

DISCLOSURE OF THE INVENTION 

[0046] Accordingly, a purpose of the present invention is to provide a thermally-and pressure-sensitive adhesive and 
15 a thermally-and pressure-sensitive adhesive sheet which have an excellent blocking resistance. 

[0047] Another purpose of the present invention is to provide a thermoplastic resin composition which can be ther- 
mally dried at a higher teirperature after coating, and which does not cause a blocking even in the case of storing for a 
long time of period, and to provide a thermally- and pressure-sensitive adhesive and a thermally-and pressure-sensitive 
adhesive sheet which contain the thermoplastic resin composition. 
20 [0048] Other purpose of the present invention is to provide a thermoplastic resin composition and a thermally-and 
pressure-sensitive adhesive which can be thermally dried at a higher temperature in the case of preparing a thermally- 
and pressure-sensitive sheet by coating on a base material, and which has a high adhesive property and an excellent 
blocking resistance. Further, an other purpose of the present invention is to provide a thermally-and pressure-sensitive 
adhesive sheet which is high in productivity and excellent in an adhesive property, and which does not cause a blocking 
26 even in the case of storing for a long time of period, and to provide a method for the preparation thereof. 

[0049] Still further, other purpose of the present invention is to provide a thermoplastic resin composition and a ther- 
mally- and pressure-sensitive adhesive which can be thermally dried at a higher temperature in the case of prepanng 
a thermally- and pressure-sensitive adhesive sheet by coating on a base material and, further, which can maintain a 
durability in a high adhesive property and transparency for a long time of period and, further, which is excellent in a 
blocking resistance. Besides, other purpose of the present invention is to provide a thermally-and pressure-sensitive 
adhesive sheet which is high in productivity and excellent in an adhesive property and transparency and. further which 
does not cause a blocking even in the case of storing for a long time of period, and to provide a method for the prepa- 

[OOOT]^ 6 ^ other purpose of the present invention is to provide a thermoplastic resin composition, a thermally- and 
pressure-sensitive adhesive, and a thermally- and pressure-sensitive adhesive sheet which do not adversely affect to 
natural circumstances. _ „ . 

[0051] Further, other purpose of the present invention is to provide a thermally-and pressure-sensitive adhesive and 
a thermally- and pressure-sensitive adhesive sheet which are excellent in adhesive force, a holding power, and water 
resistance, and to provide a method for the preparation thereof. 
40 [0052] Still further, other purpose of the present invention is to provide a thermally-and pressure-sensitive adhesive 
and a thermally-and pressure-sensitive adhesive sheet which have a sufficient adhesive strength in practical uses, and 
which can be readily stripped and removed by hands without using boiled water, steam, and a water-based solvent, 
eta, and to provide a method for the preparation thereof. 

[0053] Besides, other purpose of the present invention is to provide a thermally-and pressure-sensitive adhesive and 
a thermally- and pressure-sensitive adhesive sheet which can be readily stripped without remaining a pressure-sensi- 
tive adhesive layer on a body to be stuck even at a lapse of a long time of period after sticking, and to provide a method 
tor the preparation thereof. 

[0054] Also, other purpose of the present invention is to provide a thermally-and pressure-sensitive adhesive and a 
thermally-and pressure-sensitive adhesive sheet without remaining a pressure-sensitive adhesive layer on a body to be 
stuck even at a lapse of a determined time of period after sticking and, moreover, which can be readily stripped, and to 
provide a method for the preparation thereof. 

[0055] And also, other purpose of the present invention is to provide a thermally-and pressure-sensitive adhesive 
sheet which can produce a sufficient adhesive force even by a small amount of coating volume of the thermally-and 
pressure-sensitive adhesive, and which can produce a sufficient adhesive force even at immediately after sticking. 
[0056] And also, other purpose of the present invention is to provide a recording sheet which is excellent in an ink- 
absorbing property and printing property, and which can produce a suff icient adhesive property by thermally activating, 
and to provide a method for the preparation thereof. And also, other purpose of the present invention is to provide a 
recording sheet which is excellent in a blocking resistance, and to provide a method for the preparation thereof. 
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[0057] And also, other purpose of the present invention is to provide a recording sheet in which an ink-absorbing layer 
is formed on one surface of a base material, and a delayed-tack layer is formed on another surface, and which is high 
in productivity and excellent in an adhesive property and. which has a high blocking resistance And also, other purpose 
of the present invention is to provide a recording sheet in which an ink-absorbing layer is formed on one surface of a 
5 base material, and a delayed-tack layer is formed on another surface, and which is excellent in an ink-absorbing prop- 
erty, printing property, and water resistance, and which can produce a sufficient adhesive force by thermally activating 
and, moreover, which is excellent in a blocking resistance. 

[0058] And also, other purpose of the present invention is to provide a shrinking label which can be firmly stuck to a 
bottle, etc. by a simple means, and which can maintain a high adhesive property and transparency for a long time of 
io period. 

[0059] And also, other purpose of the present invention is to provide a water-based resin composition having an 
improved weatherability and staining resistance while maintaining a water resistance, a solvent resistance, and an 
adhesion to a base material in a water-based coating agent containing a resin having a hydrolyzable siiyl group such 
as an alkoxysilyl group, and to provide a water-based coating agent containing the water-based resin composition 
[0060] And also, other purpose of the present invention is to provide a water-based coating composition which is 
excellent in a water resistance, weatherability, and a storage stability until the use and. moreover, excellent in an adhe- 
sion to both a porous base material and a over coating. 

[0061 ] The present inventors, as a result of intensive investigations in order to achieve the above-described purposes 
have found (1) capability of elevating a temperature at which a thermoplastic resin initiates to be plasticized by the use 
of a specified plasticizer. and capability of causing tackiness at a temperature when sticking a label, (2) capability of ele- 
vating a temperature at which a thermoplastic resin initiates to be plasticized by the simultaneous use of two kinds of 
specified solid ptestidzers, capability of causing tackiness at a temperature when sticking a label, and capability of 
maintaining a high adhesive property and transparency for a long time of period. (3) it is exceedingly useful in view of 
safeness for a human by the use of a specific compound which does not cause a change in histomorphology for a testes 
of a rat to which a specified amount of a solid plasticizer is given. (4) a water resistance can be also improved together 
with an adhesive force and holding power by the use of a specified thermoplastic resin. (5) tackiness during heating is 
excellent in the case of preparing a pressure-sensitive adhesive sheet by the use of a thermoplastic resin having a 
specified range of a weight average molecular weight which is a composing component for a thermally-and pressure- 
sensitive adhesive, and the sheet can be readily stripped and removed by hands after achieving a determined role (6) 
if the difference (drop of a melting point) is within a certain range between a melting point of a solid plasticizer and a 
melting point of the solid plasticizer in a thermally-and pressure-sensitive adhesive layer formed by heating a water- 
based thermally-and pressure-sensitive adhesive at a determined condition on a base sheet, blocking is not caused 
even though being stored in a place at which temperature is apt to relatively elevate, (7) capability of being readily 
stripped without boiled water and without remaining an adhesive layer and. moreover, even after a lapse of a time of 
penod in a thermally-and pressure-sensitive adhesive sheet in which an adhesion ability at a period of 6 months is 
maintained within a specified range after sticking a thermally-and pressure-sensitive adhesive sheet in wKch an adhe- 
sive property is caused by heating to a body to be stuck. (8) capability of producing a sufficient adhesive force by a small 
amount of coating volume of a thermally-and pressure-sensitive adhesive and even immediately after sticking to a body 
to be stuck in a thermally-and pressure-sensitive adhesive sheet in which a thermally-and pressure-sensitive adhesive 
is coated in a coating amount of 5 g/m 2 and. moreover, an adhesive force exceeds a determined value when a ther- 
mally- and pressure-sensitive adhesive sheet is heated to produce an adhesive ability. (9) capability of obtaining a high 
adhesive force together with an excellent ink-absorbing ability and printing ability by an ink-absorbing layer composing 
of a specified acrylic polymer and a solid plasticizer. (1 0) in a recording sheet in which an ink-absorbing layer is formed 
over one surface of a base material, and a delayed-tack layer is formed over another surface of the base material block- 
ing resistance is remarkably improved by using a specified substance as a solid plasticizer for constructing a delayed- 
tack layer. (1 1) capability of maintaining a high adhesive property and transparency together with being capable of read- 
ily sticking and fixing to bottles by employing a delayed-tack layer in which an adhesive layer of a shrink label is con- 
structed by a delayed-tack layer containing at least two specified solid plasticizers. (12) capability of obtaining a water- 
based resin composition having an improved weatherability and staining resistance while maintaining water resistance 
so solvent resistance, and adhesion from an emulsion obtained by adding water to a resin solution obtained by a solution 
polymerization using a polymerizable unsaturated monomer having a hydrolyzable silyi group, a polymerizable unsatu- 
rated monomer having at least one of ionizable groups, other polymerizable unsaturated monomers, and a polymeriz- 
able unsaturated monomer having a pdydimethyisiloxane structure, and (13) an adhesion to both of a porous base 
material and an over coating is improved in addition to an excellent water resistance, weatherability. and storage stabil- 
es rty until the use by using a core/shell type water-based emulsion containing a copolymer composed of a polymerizable 
unsaturated monomer having a specified structure and/or a polyvalent epoxy compound, and other monomers in com- 
ponents for a core, and containing a copolymer of an unsaturated monomer having carboxyiic group with other Dolvm- 
erizable unsaturated monomers. 
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[0062] Based on the above descriptions, the present invention has been completed. 

[0063] That is, the present invention provides a thermoplastic resin composition containing a thermoplastic resin and 
a solid plasticizer, characterized in that the solid plastidzer is at least one compound selected from the group of three 
kinds of compounds (i) a mutti ester compound of (A) (A1) an alcohol having a substituted cydohexane ring or a substi- 
tuted cydohexene ring substituted by at least one of an alkyl group and having at least 3 carbons in the alkyl grotp, or 
(A2) an alcohol having a bridged ring containing at least one of a six-membered carbon ring with (B) a polybasic acid, 
(iia) a phosphorus compound having a melting point of 55-1 00°C or a phosphorus compound represented by the fol- 
lowing formulae (1a), (1b). (1c) or (2) 

/(0\ \ (0) 0 

R l 0-j- P-O-A-O-r- P-OR 4 R la 0-P-OR 4a 

i I i I 

» 0 / 0. 0 

\,I /„ * R» 

(la) (lb) 

20 

R ! 0-P-0R 4 R 5 ~P-R : 
I I 
0 R6 

25 R 3 

(lc) (2) 

so [in the formulae, R 1 , R 2 , R 3 , R 4 , R 1a , R 3 * R 4 *, R 5 , R 6 , and R 7 are a hydrocarbon group or a heterocyclic group, respec- 
tively, A is a divalent hydrocarbon group or a heterocyclic group, k is 0 or 1, n is an integer of 1-3, however, R 1a , R 3 *, 
and R 4 * are not simultaneously a phenyl group or 4-t-butylphenyl group, R 1 , R 2 , and A in the formula (1a), R 3 . R 4 , and 
A in the formula (la), R 1ft , R 3 *. and R 4 * in the formula (lb), R 1 , R 3 , and R 4 in the formula (1c). R 5 , R 6 . and R 7 in the 
formula (2) may form a ring containing phosphorus atom by bonding of at (east two groups, respectively.], and (ilia) a 

36 diester compound of (C) (c1) hydroquinone or lesorcinol wherein benzene ring may be substituted by an alkyl group, or 
(c2) catechol wherein benzene ring is substituted by an alkyl group with (D) an organic monobasic acid (hereinafter, it 
is occasionally called as "the thermoplastic resin composition 1"). 

[0064] Further, the present invention provides a thermoplastic resin composition containing a thermoplastic resin and 
a solid plasticizer, characterized in that the solid plasticizer is constructed by a combination of at least two compounds 
40 selected from the group of four kinds of compounds (i) a mutti ester compound of (A) (A1) an alcohol having a substi- 
tuted cydohexane ring or a substituted cydohexene ring substituted by at least one of an alkyl group and having at least 
3 carbons in the alkyl group, or (A2) an alcohol having a bridged ring containing at least one six-membered carbon ring 
with (B) a polybasic acid, (iia) a phosphorus compound having a melting point of 55-1 00 °C or a phosphorus compound 
represented by the following formulae (1a), (lb), (1c) or (2) 

45 



so 



9 



EP 0 989 162 A1 



5 




P-OR* 



R la 0-P-OR 4a 




70 



(la) 



(lb) 



^O-P-OR 4 



R 5 -P-R r 



15 



I 

0 
R 3 



I 



R 5 



(lc) 



(2) 



20 



[in the formulae. R 1 , R 2 . R 3 , R 4 , R 1a , R 3a , R 4 *, R 5 , R 6 , and R 7 are a hydrocarbon group or a heterocyclic group, respec- 
tively, A is a divalent hydrocarbon group or heterocyclic group, k is 0 or 1 . n is an integer of 1-3, however, R 1a , R 3 * and 
R 4 * are not simultaneously a phenyl group or a 4-t-butylphenyi group, R 1 , R 2 , and A in the formula (1a), R 3 , R 4 . and A 
2s in the formula (1a), R 1a , R 3a , and R^ in the formula (1b). R 1 , R 3 . and R 4 in the formula (1c), R 5 , R 6 , and R 7 in the for- 
mula (2) may form a ring containing phosphorus atom by a bonding of at least two groups, respectively.], and (iii) a 
dioxybenzene derivative, and Civ) dicyclohexylphthalate (hereinafter, it is occasionally called as "the thermoplastic resin 
composition 2"). 

[0065] Still further, the present invention provides a thermoplastic resin composition containing a thermoplastic resin 
so and a solid plasticizer, characterized in that the solid plasticizer is constructed by a combination of the compounds (i) a 
mutti ester compound of (A) (A1) an alcohol having a substituted cyclohexane ring or a substituted cyclohexene ring 
substituted by at least one of an alkyl group and having at least 3 carbons in the alkyl group, or (A2) an alcohol having 
a bridged ring containing at least one of a six-membered carbon ring with (B) a poiybasic acid, and pi) a phosphorus 
compound (hereinafter, it is occasionally called as "the thermoplastic resin composition 3"). 
35 [0066] Also, the present invention provides a thermoplastic resin composition containing a thermoplastic resin and a 
solid plasticizer, characterized in that the solid plasticizer is a multi ester of a poiybasic acid which does not bring about 
a morphological change to a testes of a rat when it is continuously given by an oral administration to the rat for 7 days 
in a dose of 1000 mg/kg (hereinafter, it is occasionally called as "the thermoplastic resin composition 4"). 
[0067] And also, the present invention provides a thermoplastic resin composition which contains a thermoplastic 
40 resin having a glass transition temperature of -1 0 to 25°C and a solid plasticizer, and the thermoplastic resin is a water- 
based thermoplastic resin composition dispersed in water, characterized in that the solid plasticizer is a phosphorus 
compound (hereinafter, it is occasionally called as "the thermoplastic resin co reposition 5"). 

[0068] And also, the present invention provides a thermally- and pressure-sensitive adhesive containing the above- 
described thermoplastic resin composition a thermoplastic resin composition 1 , 2, 3, 4, or 5 (hereinafter, it is occasion- 

45 ally called as "the thermally-arid pressure-sensitive adhesive 1"). 

[0069] And also, the present invention provides a thermally-and pressure-sensitive adhesive containing a thermoplas- 
tic resin composition and a solid plasticizer, wherein the thermoplastic resin is constructed by an epoxy compound (E) 
and a polymer (F) of a poJymerizable unsaturated compound (hereinafter, it is occasionally called as "the thermally- and 
pressure-sensitive adhesive 2"). 

so [0070] And also, the present invention provides a thermally-and pressure-sensitive adhesive containing a thermoplas- 
tic resin and a solid plasticizer, wherein that the solid thermoplastic resin is a polymer of a poJymerizable unsaturated 
compound having a hydrolyzable silyl group (hereinafter, it is occasionally called as "the thermally-and pressure-sensi- 
tive adhesive 3"). 

[0071 ] And also, the present invention provides a thermally-and pressure-sensitive adhesive containing a thermoplas- 
65 tic resin and a solid plasticizer, wherein a weight average molecular weight (Mw) of the thermoplastic resin is 100,000- 
500,000 (hereinafter, it is occasionally called as "the thermally- and pressure-sensitive adhesive 4"). 
[0072] And also, the present invention provides a water-based thermally- and pressure-sensitive adhesive containing 
a thermoplastic resin and a solid plasticizer, characterized in that a decline of a melting point in the solid plasticizer ver- 



BNSDOC'D: <EP 09891 62A1 I > 



EP 0 989 162 A1 



sus a melting point of the solid plasticizer in a thermally-and pressure-sensitive adhesive layer formed by heating the 
water-based thermally-and pressure-sensitive adhesive at 40°C for 2 minutes on a base sheet is less than 3°C (here- 
inafter, it is occasionally called as "the thermally-and pressure-sensitive adhesive 5"). 

[0073] And also, the present invention provides a water-based thermally- and pressure-sensitive adhesive sheet 
5 wherein a pressure-sensitive adhesive layer composed of the above-described thermally-and pressure-sensitive adhe- 
sive 1 . 2, 3. 4, or 5 is coated on at least one surface of a base material (hereinafter, it is occasionally called as "the ther- 
maily-and pressure-sensitive adhesive sheet 1"). 

[0074] And also, the present invention provides a method for the preparation of a thermally-and pressure-sensitive 
adhesive sheet which comprises forming a pressure-sensitive adhesive layer composed of the thermally-and pressure- 
to sensitive adhesive 1 . 2, 3, 4, or 5 by coating on at least one surface of a base material. 

[0075] And also, the present invention provides a thermally-and pressure-sensitive adhesive sheet, wherein a ther- 
mally- and pressure-sensitive adhesive layer containing a thermoplastic resin, a tackifier, and a solid plasticizer is 
coated on at least one surface of a base material, characterized in that an adhesive strength when being stuck to a body 
to be stuck after tackiness is produced by heating the thermally-and pressure-sensitive adhesive sheet is 1 00 gf/25mm- 
is 600 gf/25mm at a period of 6 months lapse (hereinafter, it is occasionally called as "the thermally-and pressure-sensi- 
tive adhesive sheet 2"). 

[0076] And also, the present invention provides a thermally-and pressure-sensitive adhesive sheet, wherein a ther- 
mally- and pressure-sensitive adhesive layer containing a thermoplastic resin, a tackifier, and a solid plasticizer is 
coated on at least one surface of a base material, characterized in that a coating amount of the thermally-and pressure- 
20 sensitive adhesive is less than 5 g/m 2 . and an adhesive force when being stuck to a body to be sticked after tackiness 
is generated by heating the thermally-and pressure-sensitive adhesive sheet is not less than 100 gf/25mm (hereinafter, 
it is occasionally called as "the thermally-and pressure-sensitive adhesive sheet 3"). 

[0077] And also, the present invention provides a recording sheet wherein an ink-absorbing layer composed of an 
acrylic-based polymer containing 5-50% by mol of a hydrophilic monomer which is a constructing monomer and a solid 
25 plasticizer is formed on at least one surface of a base material (hereinafter, it is occasionally called as "the recording 
sheet 1"). 

[0078] And also, the present invention provides a method for the preparation of a recording sheet which comprises 
forming an ink-absorbing layer composed of an acrylic-based polymer containing 5-50% by mol of a hydrophilic mono- 
mer which is a constructing monomer and a solid plasticizer on at least one surface of a base material. 

30 [0079] And also, the present invention provides a recording sheet wherein an ink-absorbing layer is formed on at least 
one surface of a base material and a delayed-tack layer composed of a thermoplastic resin, a solid plasticizer, and a 
tackifier is formed on another surface of a base material, the solid plasticizer is at least one compound selected from 
the group of three kinds of compounds (i) a multiester compound of (A) (A1) an alcohol having a substituted cydohex- 
ane ring or a substituted cyclohexene ring substituted by at least one of an alky! group and having at least 3 carbons in 

35 the aikyl group, or (A2) an alcohol having a bridged ring containing at least one of a six-member ed carbon ring with (B) 
a polybasic acid, (iia) a phosphorus compound having a melting point of 55-1 00°C or a phosphorus compound repre- 
sented by the following formulae (1a), (1b), (1c) or (2) 
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[in the formulae. R 1 , R 2 , R 3 . R 4 , R 1a . R 3 ®, R 4 ®. R 5 . R 6 . and R 7 are a hydrocarbon group or heterocyclic group, respec- 
tively, A is a divalent hydrocarbon group or heterocyclic group, k is 0 or 1 , n is an integer of 1-3, however. R 1a , R 3 *, and 
R 4 * are not simultaneously a phenyl groip or 4-t-butyIphenyl group, R 1 , R 2 and A in the formula (la), R 3 . R 4 , and A in 
the formula (1 a), R 1a . R 3 *, and R 4 * in the formula (1b), R 1 , R 3 , and R 4 in the formula (1c), R 5 , R 6 , and R 7 in the formula 
5 (2) may form a ring containing phosphorus atom by a combination of at least two groups, respectively.], and (iiia) a 
diester compound of (C) (c1) hydroquinone or lesorcinol in which benzene ring may be substituted by an alky! group or 
(c2) catechol in which benzene ring may be substituted by an alkyl group with (D) an organic monobasic acid (herein- 
after, it is occasionally called as "the recording sheet 2"). 

[0080] And also, the present invention provides a shrink label, on which a delayed-tack layer composed of a thermo- 
w plastic resin, a solid piastidzer, and a tackrf ier is formed, wherein the solid plasticizer is constructed by the combination 
of at least two compound groups selected from the group of four kinds of compounds (i) a multi ester compound of (A) 
(A1) an alcohol having a substituted cyclohexane ring or a substituted cydohexene ring substituted by at least one of 
an alkyl group and having at least 3 carbons in the alkyl group, or (A2) an alcohol having a bridged ring containing at 
least one of a six-membered carbon ring with (B) a polybasic add. (iia) a phosphorus compound having a melting point 
is of 55-100°C or a phosphorus compound represented by the following formulae (1a), (1b), (1c) or (2) 
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[in the formulae, R 1 , R 2 . R 3 . R 4 . R 1a , R 3 *, R 4 ®, R 5 , R 6 . and R 7 are a hydrocarbon groip or heterocyclic group, respec- 
tively, A is a divalent hydrocarbon group or heterocyclic group, k is 0 or 1 , n is an integer of 1-3, however, R 1a , R 3 *, and 

40 R 4 * are not simultaneously a phenyl group or 4-t-butylphenyl group, R 1 . R 2 , and A in the formula (1a), R 3 . R 4 , and A in 
the formula (1a). R 1a . R 3a , and R 4 ® in the formula (1b), R 1 , R 3 , and R 4 in the formula (1c), R 5 , R 6 , and R 7 in the formula 
(2) may form a ring containing phosphorus atom by a combination of at least two groups, respectively.], and (iiia) a 
diester compound of (C) (c1) hydroquinone or lesorcinol wherein benzene ring may be substituted by an alkyl group, or 
(c2) catechol wherein benzene ring is substituted by an alkyl group with (D) an organic monobasic acid, and (iv) dicy- 

46 clohexylphthalata 

[0081 ] And also, the present invention provides a water-based resin composition obtained by emulsifying while adding 
water to a resin solution obtained through a solution polymerization of 0.5-50% by weight of (G) a polymerizabf e unsatu- 
rated monomer having a hydrolyzable silyl group, 1-20% by weight of at least one of (H) a pdymerizabie unsaturated 
monomer having an ionizable group. 1-40% by weight of (I) a polymerizable unsaturated monomer having a poly- 
so dimethylsiloxane structure, and {100-[total amount of (G)+(H)+(l)]}% by weight of (J) other polymerizable unsaturated 
monomers. 

[0082] Also, the present invention provides a water-based coating agent containing the water-based resin composi- 
tion. 

[0083] And also, the present invention provides a water-based coating composition containing (O) a core/shell type 
65 water-based emulsion wherein core components are comprised a copolymer of 5-50% by weight of (K) a polymerizable 
unsaturated monomer represented by general formula (XXXI) 

CH^CtR^JCOOR 32 (XXXI) 
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(in the formula. R 31 is a hydrogen or a methyl group, and R 32 is a substituted alkyl group having an epoxy group or a 
epoxy group-equivalent compound) and/or (L) a polyvalent epoxy compound having at least two epoxy groups in the 
molecule with 95-50% by weight of (M) other polymerizable unsaturated monomers which are copotymerizabie with the 
(K) a polymerizable unsaturated monomer and the (L) a polyvalent epoxy compound, and shell components are com- 
s prised a copolymer of 2-50% by weight of (N) a polymerizable unsaturated monomer having carboxylic group with 98- 
50% by weight of (M) other polymerizable unsaturated monomers which are copolymerizable with the (N) a polymeriz- 
able unsaturated monomer having carboxylic group, and a water-soluble silicate (P) represented by general formula 
(XXXII) 

10 MgO-xSiOa (XXXII) 

(in the formula, M represents an alkali metal belonged to No. IA group in the periodic table, and x represents the number 
of 2.0-7.5) in a mixing proportion ratio of (O):(P)=10:1-1:10 by weight based on the solid content 
[0084] It is to be noted that an "acrylic-based" monomer and a "methacrylic-basecT monomer are named genericalfy 
is as a "(meth)acrylic-based" monomer in the present specification. 

BEST MODE FOR CARRYING OUT THE INVENTION 

[Thermoplastic resin composition and thermally- and pressure-sensitive adhesive 1] 

20 

[0085] The thermoplastic resin composition of the present invention contains a thermoplastic resin and a solid plas- 
ticizer. 

[0086] As the thermoplastic resin, there are enumerated, for example, an acrylic-based polymer containing 
(meth)acrytic acid or esters thereof as a monomer, which includes a homo or copolymer of a (meth)acryiate, a styrene- 

25 (meth)acrylate copolymer, a vinyl acetate-(meth)acrylate copolymer, an ethylene-(meth)acrylate copolymer, an ethyi- 
ene-(meth)acrylic acid copolymer, a (meth)acrylate-(meth)acrylic acid copolymer, a styrene-acrytonitrile-(meth)acrylate 
copolymer, a styrene-(meth)acrylate-(meth)acrylic acid copolymer, a styrene-acrylonitrile-(meth)acrylate-(meth)acrylic 
acid copolymer, an ethylene-vinyl acetate-(meth)acrylate copolymer, a vinylpyrrolidone-(meth)acrylate copolymer, and 
a styrene-butadiene-(meth)acrylic acid copolymer; a vinyl acetate-based polymer containing vinyl acetate as a mono- 

30 mer such as a vinyl acetate resin and an ethylene-vinyl acetate copolymer; a synthetic rubber such as a styrene-buta- 
diene copolymer, an isobutyrene resin, an isobutyrene-isoprene copolymer, a butadiene resin, a styrene-isoprene 
copolymer, and an acrytonitrile-butadiene copolymer; natural rubbers; an ethylene-vinyl chloride copolymer, a vinyl 
chloride-vinyl kJene chloride copolymer, a vinylpyrrolidone-styrene copolymer, a chlorinated propylene resin, a urethane 
resin, and an ethyl cellulose, etc. The thermoplastic resins may be solely or in combination of two or more Kinds. 

35 [0087] A preferred thermoplastic resins include the acrylic-based polymer [for example, the acrylic-based polymer 
containing a (meth)acrylate as a monomer], the vinyl acetate-based copolymer, the synthetic resin, and the natural rub- 
bers, etc. Of the acrylic-based polymer, particularly, there are preferred the acrytate-(meth)acryiate copolymer (for 
example, a copolymer of a C^o^W ester °f acrylic acid and a C^alkyl ester of methacrylic acid), the acrylate- 
(meth)acrylate-(meth)acrylic acid copolymer [for example, a terpolymer of a C 2 . 10 alky1 ester of acrylic acid and a 

40 4 alkyl ester of methacrylic acid and (meth)acrylic acid], and an acrylate-styrene-(meth)acrylic acid copolymer [for exam- 
ple, a copolymer of a C2-10 alkyl ester of acrylic acid and styrene and (meth)acrylic acid] which are an acrylic-based 
copolymer containing an acrylate (a C2-10 alky* est®'' acrylic acid), a methacrylate (a alkyl ester of methacrylic 
acid), or styrene as a comonomer. 

[0088] Glass transition temperature (Tg) of the thermoplastic resin can be appropriately selected in consideration of 
45 kinds of a body to be stuck within a range in which an adhesive property and blocking resistance are not deteriorated 
when it is employed for a shrink label. In usual, it is -10 to 70°C or so. In the case that the glass transition temperature 
is less than -10°C. the blocking resistance is apt to lower. On the other hand, in the case that the glass transition tem- 
perature is too high, an adhesive property is apt to lower. 

[0089] It is to be noted that in the case that the solid piasticizer is, for example, a phosphorus compound, the glass 
so transition temperature (Tg) of the thermoplastic resin is preferably -10 to 25° C or so, more preferably -5 to 20 °C or so, 
and most preferably 0 to 15°C or so. 

[0090] In the thermoplastic resin composition 1 of the present invention, as a solid piasticizer, there are employed at 
least one compounds selected from the three kinds of components consisting of the above-described (i) a mufti ester 
compound (a first compounds group), (tia) a phosphorus compound (a second compounds group), and (iiia) a di ester 
ss compound (a third compounds group). 



13 



wierw»in. -co noooicoai I 



EP 0 989 162 A1 



[(i) Multiester compound] 

[0091 ] lathe alcohol (A1) constructing the above-described multiester compound (i). as an alkyl group which is a sub- 
stituted group in the cyclohexane ring or the cyclohexene ring, there are enumerated methyl, ethyl, propyl, isopropyl, 
5 butyl, isobutyl, s-butyl, t -butyl, perrtyl, and hexyi groups, etc. 

[0092] A preferred alkyl group includes an alkyl group having a carbon number of 1 -6 (particularly, 1-4) or so such as 
methyl, isopropyl. and t -butyl groups. 

[0093] As the alcohol (A1) having the substituted cyclohexane ring or the cyclohexene ring which is substituted by the 
above-described one or more alkyl groups and has total carbon number of not less than 3, there are enumerated, for 

w example, a substituted cydohexand represented by the formulae (i)-(Vlf) described below, a substituted cyciohexenol 
represented by the formulae (VIII)-(X) described below, a substituted cydohexand having carbonyl group represented 
by the formulae (XI)-(XIQ. and a substituted cydohexenol having carbonyl group represented by the formula (XIII). Fur- 
ther, as the alcohol (A2) having a bridged ring containing at least one of a six-membered carbon ring, there are enu- 
merated, for example, an alcohol having a bridged ring in which a bridge is formed by bonding of an alkylene group 

is between two carbon atoms other than adjacent carbon atoms in the carbon atoms constructing the six-membered car- 
bon ring, for example, an alcohol having a norbornane ring represented by (XIV), (XV), (XVI), and (XVIII), an alcohol 
having a norbornene ring represented by (XVII) and (XIX), and an alcohol having an adamantine ring represented by 
(XX) and (XXI), etc. 
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[0094] Of the alcohols, there are preferred the substituted cyclohexanol (Al I) which is substituted by one or more alkyl 
groups having total carbon number of not less than 3 in the substituted group, which is the alcohol represented by (I)- 
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(Vli), the alcohol (A21) having a bridged ring containing at [east one of a six-membered saturated carbon ring in which 
hydroxy! group or hydroxymethyl group is bonded, which is the aicohol having a norbomane ring represented by (XVI) 
and (XVIII) and the alcohol having an adamantine ring represented by (XX) and (XXI). 

[0095] Particularly. 3,3,5-trimethylcyclohexanol represented by the above-described formula (I) is preferred from a 
viewpoint of a temperature for an appearance of thermally-sensitive tackiness and blocking resistance. 
[0096] The above-described polybasic add (B) includes a polyvalent carboxylic acid, a polyvalent sulphonic acid, and 
a polyvalent phosphonic acid. etc. As the polyvalent carboxylic acid, there are exemplified a polyvalent carboxylic acid 
(phthalic acid, pyromerritic acid. cydohexene-4,5-dicarboxylic acid, and trimerritic acid) corresponding to an acid anhy- 
dride (phthalic anhydride, pyromerritic anhydride. cyclohexene-4,5-dicarboxylic anhydride, and trimerritic anhydride) 
represented by the formulae described below, 



20 



so and a polyvalent carboxylic acid (terephthalic acid, isophthalic acid) represented by the formulae described below. 



COOH COOH 

Xnu COOH 
COOH 



40 [0097] In the above-described formulae, benzene ring may be substituted by a substituted group which includes an 
alkyl group (for example, C^alkyt group) such as methyl, ethyl, isopropyl, and t-butyl groups, an aryi group such as 
phenyl and naphthyl groups, an altoxy group (for example, C^alkoxy group) such as methoxy and ethaxy groups a 
halogen atom such as fluorine, chlorine, and iodine atom. 

[0098] Of the multiester compound (i) of the alcohol (A) with the polybasic acid (B), bis(3,3.5-trimethylcy- 
45 clohexyl)phthalate represented by the formula described below, 



60 



66 




is particularly preferred which is obtained by a reaction of 3,3,5-trimethylcyclohexanol represented by the formula (I) 
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with phthalic anhydride. 

[0099] It is to be noted that the above-described 3,3,5-trimethyl cyclohexanol contains a cis-compound and trans- 
compound which are a geometrical isomer by a relationship of a steric position of hydroxyl group and 5-position methyl 
group. In the present invention, there can be employed a multiester obtained from any of isomers thereof. Further, there 

s can be also employed a multiester obtained from a mixture of the isomers. For example, as the above-described 
bis(3,3.5-trimethyicyclohexyl)phthaIate, there may be employed any one of bis(trans-3.3,5-trimethylcyclohexyl)phtha- 
late. bis(cis-3.3.5-trimethylcydohexyl)phthalate. and a mixture thereof. In the case that bis(3.3.5-trimethylcy- 
clohexyl)phthalate is employed as a solid plasticizer, a ratio [trans-conrpound/cis-conpound] of the trans-compound 
with respect to the cis-conrpound is preferably 0/100-40/60, more preferably 0/100-15/85, most preferably 0/100-5/95 

10 in view of an initiating temperature of plasticization and, above all, bis(cis-3,3,5-trimethylcyclohexy1)phthalate is prefer- 
ably employed solely. 

[0100] Further, as the above-described multiester compound (i). there are preferably employed bis(1 -adamantyQiso- 
phthalates which may have alkyl groups (for example, a C^alkyl group) sue* as methyl group in the adamantine ring, 
which include bis(l-adamantyl) isophthalate (a melting point of 141 °C) and bis(3,5-dimethyl-1-adamantyl)isophtha!ate 
is (a melting point of 88°C); bis(1 -adamantyl)terephthalates which have at least one alkyl groups (for example, a alkyl 
group) such as methyl group in the adamantine ring, which includes bis(3,5-dimethyl-1-adamantyl)terephthalate (a 
melting point of 176°C); and bis(1-adamanty1)phtha!ates which may have alkyl groups (for example, a C^ 4 alkyl group) 
such as methyl group in the adamantine ring, which include bis(1 -adamantyl) phthalate and bis(3.5-dimethy!-1-ada- 
mantyl)phthalate. etc. 

20 [0101] The above-described multiester compound (i) can be prepared by a publicly-known or conventional esterifica- 
tion method from the alcohol (A) and the pdybasic acid (B) or a reactive derivative therefrom (for example, an acid 
anhydride, an acid halide. and an active ester). For example, the above-described multiester compound (i) can be 
obtained by allowing to react the alcohol (A) with the polybasic acid (B) under the presence of a catalyst which is a pro- 
tonic acid, for example, by allowing to react in a solvent such as toluene, and then removing by-produced water. 

25 [0102] A melting point of the multiester compound (i) preferably ranges in 70-160°C or so. In the case that the melting 
point in the multiester compound (i) is lower than 70°C, a blocking resistance is apt to lower and. in the case of exceed- 
ing 160°C, it requires a long time for melting, whereby, it is anxious that productivity lowers or a base material is deteri- 
orated. The multiester compound (i) is employed solely or in combination two or more kinds. 

30 [(iia) Phosphorus compound] 

[0103] The previously-described phosphorus compound (iia) includes phosphates, phosphites, and phosphines, etc. 
As the previously-described phosphorus compound (iia) having a melting point of 55-1 00°C. there are enumerated 
compounds represented by the formula (1) or (2) described below. 



40 




46 

[in the formulae. R 1 -R 7 represent a hydrocarbon group or a heterocyclic group, respectively, A represents a divalent 
hydrocarbon group or heterocyclic group, k represents 0 or 1 , m represents an integer of 0-3. R 1 , R 2 , and A (when m=1 
to 3), R 3 , R*. and A (when m=1 to 3), R 1 , R 3 , and R 4 (when m=0), R 5 , R 6 , and R 7 may form a ring containing phospho- 
so rus atom by bonding of at least two groups each other, respectively.]. 

[0104] The previously-described compound represented by the formula (1) includes a compound represented by the 
formulae (1a), (1b), and (1c) described below, 



55 
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[in the formulae, R 1 , R 2 . R 3 R 4 , R 1a . R 3 *. R*\ R 5 , R 6 . and R 7 represent a hydrocarbon group or a heterocyclic group. 
is respectively, A represents a Afunctional hydrocarbon group or heterocyclic group, k represents 0 or 1, n represents an 
integer of 1-3. R 1a , R 3a . and R 411 are not simultaneously a phenyl group or 4-t-butylphenyl group. R 1 , R 2 , and A, R 3 R 4 , 
and A in the formula (1a) ( R 1a , R 3a ( and R 4 * in the formula (1b). R 1 , R 3 , and R 4 in the formula (1c) may form a ring con- 
taining phosphorus atom by bonding of at least two groups each other, respectively.] 

[0105] "me hydrocarbon group in the pretfousiy-described R 1 -R 7 , R 1a . R 3 *. and R 4 * includes an aromatic hydrocar- 
20 bon group, a cycloaliphatic hydrocarbon group, and an aliphatic hydrocarbon group. The hydrocarbon groups may have 
a substituent. 

[01 06] The previously-described aromatic hydrocarbon group includes a phenyl group and a naphthyl group, etc. The 
cycloaliphatic hydrocarbon group includes a cycloalkyl group such as a cyclopentyl group, a cyclohexyl group, and a 
cyclooctyl group; a cycloalkenyf group such as a cyclopentenyl group and a cyclohexenyl group; and a hydrocarbon 

25 group having a bridged ring such as norbonyl group, bicyclo[4.3.0]nonyt group, and an adamantyl group, etc. The 
aliphatic hydrocarbon group includes an alkyl group having a carbon number of 1-12 or so such as a methyl, ethyl, pro- 
pyl, isopropyt, butyl, isobutyl, s-butyl, t-butyl. hexyl, octyl, and decyl groups; an alkenyi group having a carbon nurrtoer 
of 2-12 or so such as a vinyl, allyl, and 1-hexenyl groups; an alkinyl group having a carbon number of 2-12 or so such 
as an ethynyl and propynyi groups. 

30 [01 07] As the substituent which may be contained in the previously-described hydrocarbon group, for exanple, there 
can be exemplified a halogen atom such as fluorine, chlorine, and bromine; a C 1 -C 4 alkyl group such as a methyl,' ethyl, 
propyl, isopropyl, isobutyl, s-butyl. and t-butyl groips; a cycloalkyl groip such as cyclohexyl group; an aryl group such 
as phenyl group; a C^C^Ikoxy group such as a methoxy, ethoxy, and isopropoxy groups; an allyroxy group such as 
phenyloxy group; an alkoxycarbonyl group such as methoxycarbonyl group; an acyl groip such as acetyl group and 

35 benzoyl group; an acyloxy group such as acetyloxy group; cyano group; nitro group; hydroxy! group; carboxyl group; 
and an oxo group, etc. 

[0108] As a typical example of the previously-described aromatic hydrocarbon group, there can be enumerated phe- 
nyl group; a phenyl group having a halogen atom such as 2-chlorophenyl group, 3-chlorophenyl group, and 4-chloroph- 
enyl group, a phenyl group having a C 1 -C 4 alkyl group such as 2-methylphenyl group, 3-methylphenyl group, 4- 

40 methylphenyl group, 2,3-dimethylphenyl group, 2,4-dimethylphenyl group, 2,6-dimethylphenyl groups 2-ethylphenyl 
group, and 4-t-butyfphenyl group. As a typical example of the previously-described cycloaliphatic hydrocarbon group, 
there can be enumerated cyclopentyl group, cyclohexyl group, cyclohexenyl group, 3.3,5-trimethylcydohexyl group, 3- 
oxo-1,5,5-trimethylcyclohexyl group, 6-oxo-2,4,4-trimethylcyclohexyl groups and 1.7,7-trimethyfnorbornane-2-yl group, 
etc. As a typical example of the previously-described aliphatic hydrocarbon group, there can be enumerated an alkyi 

45 group bonded by an aryl group (an aralkyl group) such as benzyl group, 2-methyiphenyimethyl groups and 2-phenylethyl 
group, etc 

[01 09] The heterocyclic group in the previously-described R 1 -R 7 , and R 1a . R 3a , and R 41 * includes a heterocyclic group 
containing oxygen atom such as 2-furyl group, morphonyl group, and tetrahydropyranyl group; a heterocyclic group 
containing sulphur atom such as 2-thienyl group; a heterocyclic group containing nitrogen atom such as 1 -pyrolyl group, 

so 2-pyridyl group, piperidino group, and 2-quinoryl group. The heterocyclic groups may have a substituent. 

[01 1 0] The substituent includes the substituent etc. exemplified in the previously-described hydrocarbon group. 
[01 1 1] The divalent hydrocarbon groip in the previously-described A includes a divalent aromatic hydrocarbon group, 
a divalent cycloaliphatic hydrocarbon group, and a divalent aliphatic hydrocarbon group. The hydrocarbon groups may 
be combined by at least two thereof through or not through a bonding group such as oxygen atom, sulphur atom, and 

ss carbonyl group and, further, those may have a substituent. The subsfrtuents include a group such as the substituents 
exemplified as a substituent which may be possessed by the hydrocarbon group in the previously-described R 1 -R 7 , etc. 
[01 1 2] As the divalent aromatic hydrocarbon group, for example, there are enumerated 1 ,2-phenylene, 1 ,3-phenylene. 
1 ,4-phenylene, 1 ,4-naphthylene, and biphenylene groups, etc. As the divalent cycloaliphatic hydrocarbon youp, there 
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are enumerated a cycloalkyiene group such as cydohexylidene, 1 ,2-cyciopentylene, 1.2-cyciohexylene. 1 ,3-cyclohex- 
ylene. and 1 ,4-cydohexylene groins; a cycf oalkenylene group such as 2-cyclohexene-1 ,4-diyl group, a cfivalent bridged 
ring group such as adamantine-1 ,3-diyl, eta Further, as the divalent aliphatic hydrocarbon group, there are enumerated 
an alkyte ne group having a carbon number of 1-6 or so such as methylene, ethylene, trimethylene, 2-methyftrimethyl- 

s ene, 2,2-dimethyltrimethylene, and tetramethyiene groups; an alkenylene group having a carbon number of 2-6 or so 
such as propenyiene group; and an aikirryiene group having a carbon number of 2-6 or so such as propylene group, etc. 
[011 3] As a typical example of the divalent hydrocarbon group in the previously-described A, there can be exemplified 
1,2-phenylene, 1,3-phenylene, 1 ,4-phenylene, 1 ,4-naphtylene, 1,1-diphenylmethane-4\4 M -diy1. 1,1-diphenylethane- 
4 , ,4 w <Jiyl i 2,2-diphenylpropane-4\4 n -diyl, 2,2-diphenylbutane-4\4"-diyi, 4,4 , -biphenylene, 1,4-cyclohexylene, 1,5,5-tri- 

10 methylcyclohexane-1 ,3-diyl, 6-oxo-2,4,4-trimethylcyclohexane-1.2-diy1, -CH 2 -1 f 4-cyclohexy1ene-CH 2 -. 1.1-dicyclohex- 
ylethane-4\4 n -diyl. 2,2-dicyclohexylpropane-4\4 n -diyl. 2,2-dicyc!ohexytoutane-4',4,"-diyl, adamantine-1,3-diyl, 5,7- 
dimethyladamantine-1 ,3-diyl. trimethylene, 2-methyltrimethylene, 2,2-dimethyltrimethylene, and tetramethyiene groups, 
eta 

[0114] The divalent heterocyclic group in the previously-described A includes a divalent group in which two hydroxyl 
is groups are removed from a multivalent heterocyclic alcohol or phenol (for example, saccharides such as isosorbide, 
isomannide, sucrose, and lactose). 

[01 1 5] The hydrocarbon groups may be combined by at least two groups through or not through a bonding group such 
as oxygen atom, sulphur atom, carbonyl group, and carbonyloxy group and, further, those may have a substrtuent The 
substrtuerrts include a group such as the substituents exemplified as a substrtuent which may be possessed by the 
20 hydrocarbon group in the previously-described R 1 -R 7 . etc. 

[0116] Also, the previously-described divalent hydrocarbon group and heterocyclic group may be combined through 
the previously-described bonding groups. 

[0117] In the previously-described formula (1a), it is preferred that at least one of R^R 4 (particularly, all R 1 -R*) is an 
aromatic hydrocarbon group. Further, a preferred A includes a divalent hydrocarbon group containing at least one diva- 
25 lent aromatic hydrocarbon group such as 1 ,3-phenylene group, and a hydrocarbon group containing at least one diva- 
lent cycloaliphatic hydrocarbon group such as -CKfe-l ,4-cyclohexylene-CH2-. n is 1 or 2. and particularly, it is preferably 

1. 

[0118] As a specific example of the phosphorus compound represented by the formula (1a), for example, there are 
enumerated diphosphates such as 1,4-cyclohexanedimethanol bis(diphenylphosphate) (a melting point: 97°C) and 
so resordnd bis[di(2,6-dimethylphenyl)phosphate] (a melting point: 95°C), etc. 

[0119] A preferred compound in the phosphorus compound represented by the previously-described formula (1b) 
includes a corrpound in which all R 1<l . R 3 *, and R 4 * are an aromatic hydrocarbon group or an aralkyl group, and cydic 
phosphates in which at least two groups in the R 1a , R 3 *, and R 4 * form a ring containing phosphorus atom by bonding 
each other, etc. 

35 [0120] As a specific example of the compound (phosphates) represented by the formula (1b), for example, there are 
enumerated cyclic triaryl phosphates which contain a phosphorus atom as a constructing atom in the ring such as tri(4- 
methylphenyl) phosphates (a melting point 78°C) which is a tri(methylphenyl) phosphate, and a triaralkyl phosphate 
such as tribenzylphosphate (a melting point: 65°C), and a compound (a melting point: 95-1 10°C) represented by the 
formula (3) described below. 



[0121] In the formula (1c), it is preferred that R^R 4 are an aromatic hydrocarbon group or an aralkyl group. 
so [0122] As a specific example of the compound (phosphites) represented by the formula (1c), for example, there are 
enumerated a triaryl phosphite such as tri(4-t-butylphenyl)phosphite (a melting point: 75°C). 

[0123] In the previously-described formula (2), R 5 -R 7 are preferably an aromatic hydrocarbon group. As a specific 
exarrple of the compound represented by the formula (2), for example, there are enumerated triaryl phosphines such 
as triphenyl phosphine (a melting point: 80°C) and tri(3-methylphenyl)phosphine (a melting point: 100°C). 
55 [0124] The phosphorus compounds can be obtained by a well-known or publicly-known method. For example, the 
phosphates can be obtained by allowing to react dichloromonophosphate such as phosphorus oxychloride and aryf- 
dichlorophosphate or chlorodiphosphate such as diarylchlorophosphate with a compound containing hydroxyl group 
(an alcohol or a phenol) which corresponds to a desired compound, optionally, under the presence of a base such as 



40 




45 



EP0989162A1 

piridine. 

[0125] The cyclic phosphates which contain a phosphorus atom as a constructing atom in the ring can be obtained 
by using a two or more valent, preferably, three or more valent (for example, three or four valent) compound containing 
hydroxyl groups [for example, 1,1,1-tris(hydroxymethyl)ethane and pentaerythritol, etc.] as the previously-described 

5 compound containing hydroxyl groups. 

[01 26] Further, the phosphites can be obtained, for example, by allowing to react phosphorus trichloride with an alco- 
hol or a phenol which corresponds to a desired compound, optionally, under the presence of a base. Still further, phos- 
phines (triphenyl phosphines, etc.) can be obtained, for example, by allowing to react phosphorus trichloride with a 
Grignard reagent (phenyimagnesium bromide, etc.) which corresponds to a desired compound. 

10 [0127] It is to be noted that in the phosphorus compound represented by the previously-described formulae (1a), (1b), 
(1c) or (2), the melting point may be not always a range of 55-100°C, for example, it may be 50-1 60°C or so, preferably 
55-1 05°C or so. In the case that the melting point is excessively low, a blocking resistance is apt to low and, contrarily, 
in the case that it is excessively high, it requires a time of period for melting, and it is anxious that productivity lowers 
and a base material deteriorates. The phosphorus compound (iia) may be employed solely or in corribination of two or 

is more kinds. 

[(iiia) Diester compound] 

[01 28] In the previously-described diester compound (iiia), as an alkyl group which is a substituent on a benzene rinQ 
20 in hydroquinone, resorcinol, and catechol, there can be enumerated an alkyl group having a carbon number of 1-6 or 
so such as methyl, ethyl, propyl, isopropyl, butyl, isobutyl, s-butyl, t-butyl, pentyl, and hexyl groups. Of those, there is 
preferred an alkyl group having a carbon number of 1-4 or so such as methyl group. 

[0129] Substituent nurriber of an alkyl group is 0, or 1-4 (preferably 1-3, more preferably 2 or 3) in the benzene ring 
of hydroquinone or resorcinol. Further, substituent number of an alkyl group is 1-4, preferably 1-3, and more preferably 
25 2 or 3 in the benzene ring of catechol. In the case that the substituent number of an alkyl group is plural, the alkyl group 
may be identical or different. 

[0130] In the previously-described component (C), substituent groups other than the alkyl group may be bonded in 
the benzene ring. As such the substituent groups, there are enumerated, for example, a halogen atom such as fluorine, 
chlorine, and bromine; hydroxyl group; an alkoxy group (for example, a C 1 . 4 aIkoxy group) such as methaxy and ethoxy 
30 groups; an aryloxy group such as phenoxy group; an acyloxy group such as acetyloxy, propionytaxy, benzoyloxy groups; 
carboxyl group; alkoxy carbonyl group such as methoxy carbonyl group and ethoxy carbonyl group; cyano group; and 
nitro group, etc. Further, in the previously-described benzene ring, there may be condensed a 3-8 member ed aromatic 
or nonaromatic carbon ring or heterocyclic ring such as cyclopentane ring, cyclohexane ring, benzene ring, and tetrahy- 
drof uran ring. 

35 [0131] As the previously-described (c1) hydroquinone or resorcinol in which benzene ring may be substituted by an 
alkyl group, there are exemplified, for example, hydroquinone, methylhydroquinone. 2,3-dimethylhydroquinone, 2,5- 
dimethylhydroquinone. 2.6-dimethylhydroquinone. trimethylhydroquinone, resorcinol, 4-methylresorcinol, 5-methyire- 
sorcinol, 2,5-dimethylresorcinol, 4,6-dimethylresorcinol, and 2,4,6-trimethylresorcinol, etc. 

[0132] Further, as the catechol (c2) in which benzene ring is substituted by an alkyl groupt there are enumerated, for 
40 example, 3-methylcatechol, 4-methylcatechol. and trimethylcatechol, etc. 

[0133] The previously-described organic monobasic acid (D) includes an aliphatic cycloaliphatic, aromatic, and het- 
erocyclic monobasic acids (a carboxylic acid, sulphonic add, etc.). Of those, an aliphatic, cycloaliphatic, and aromatic 
monocarboxylic acids are preferred. 

[01 34] As the aliphatic monocarboxylic acid, there are exemplified, for example, an aliphatic monocarboxylic acid hav- 
45 ing a carbon number of 1-6 or so (preferably, an aliphatic monocarboxylic acid having a carbon number of 1-4 or so. 
particularly, acetic acid) such as formic acid, acetic acid, propionic acid, butylic acid, isobutylic acid, valeric acid, isova- 
leric acid, and pivalic acid. 

[0135] Further, as the cycloaliphatic monocarboxylic acid, there are enumerated a 3-8 membered cycloalkane car- 
boxylic acid such as cyclopentane carboxylic acid and cyclohexane carboxylic acid. 
so [01 36] As the aromatic carboxylic acid, there are included, for example, an aromatic carboxylic acid such as benzoic 
acid, toluic acid, and naphthoic acid which may have at least one substituent groups such as an alkyl group (an alkyl 
group having a carbon number of 1 -4), an alkoxy group (an alkoxy group having a carbon number of 1 -4), and a halogen 
atom (fluorine, chlorine, and bromine, etc.) in the aromatic ring. 

[01 37] As a typical example of the previously-described diester compound, there are exemplified hydroquinone diac- 
65 etate (a melting point: 123°C), trimethylhydroquinone diacetate (a melting point: 109°C), 3,4,5-trimethylcatechol diace- 
tate (a melting point: 120°C), eta 

[0138] The the above-described diester compound can be obtained by allowing to react for exarrple, the previously- 
described component (C) with the previously-described organic monobasic acid or reactive derivative thereof (for 
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example, an add halide, an active ester, and an acid anhydride, etc.) (D) according to a publicly-known esterrfication 
method, optionally, under the presence of an acidic catalyst or a basic 

[0139] Further, a di ester compound of 3,4,5-trimethylcatechol with the organic monobasic acid can be obtained by 
allowing to react 2,6,6-trimethytcyc!ohexene-2-en-1 ,4-dion(ketoisophorone) with an acylating agent (an acid anhydride, 
5 an acylhalide, and enolesters, etc.) corresponding to the previously-described organic monobasic acid under the pres- 
ence of an acidic catalyst 

[0140] In the method, as the acidic catalyst there can be employed any of a protonic acid and a Lewis acid. As the 
protonic acid, there are enumerated a super strong acid (SbF 5 , SbF 5 -HF, SbF 5 -FS03H f and SbF 5 -CF 3 S03H, etc.), an 
organic or inorganic acid such as sulfuric add, hydrochloric add, phosphoric acid, fluoboric acid, p-totuene sutphonic 
10 acid, chloroacet'c add, picric acid, and a heteropolyacid, etc. Further, as the Lewis acid, there are exemplified, for 
example, BF 3 , BF 3 0(C2H5)2, AICI 3 , and FeCI 3 , eta 

[0141 ] Use amount of the catalysts is 0.001 -20% by mol, and preferably 0.01 -1 5% by md or sa 

[0142] Still further, as the previously-described catalyst, a solid acidic catalyst can be also employed. The solid acidic 

catalyst includes a strong acidic ion-exchange resin [for example, a styrene-divinylbenzene sulphonic add-based ion- 

is exchange resin such as Amberlist 15 (manufactured by Organo, Ltd.)]; a super strong addic resin [for example, a ftuor- 
ized sulphonic acid resin such as Naphion IMR50 (manufactured by Aldrich, Ltd.)]; an aiuminosilicate such as a zeolite 
or a silica-alumina, or an inorganic oxide (including a composite oxide); and a solid acidic catalyst in which the previ- 
ously-described protonic acids or Lewis adds are carried on a carrier (for example, graphite, a metal sulphate, a metal 
chloride, an activated carbon, an ion-exchange resin, a zeolite, an alumina, a silica, a silica-alumina, silica-titania, silica- 

20 zirconia, titania-zirconia, and kaolin, etc.. particularly, a porous carrier). Use amount of the solid acidic catalyst is 0.1- 
1000% by weight, and preferably 5-100% by weight or so based on the ketoisophorona 

[0143] Use amount of the previously-described acylation agent is, for example, not less than 2 mol, and preferably 3- 

10 mol based on 1 mol of the ketoisophorona The acylation agent may be also employed as a solvent. 

[0144] The reaction of the ketoisophorona with the acylation agent may be also carried out in the absence of a solvent, 

25 or may be also carried out in the presence of a solvent. As the solvent, there are enumerated hydrocarbons such as 
hexane, octane, octene, cyclohexane, cydohexene, benzene, toluene, and xylene; carboxylic acids such as acetic acid 
and propionic acid; halogenated hydrocarbons such as methylene chloride, 1 ,2-dichloroethane, chlorobenzene, and 
dichlorobenzene; ethers such as diethylether, dibutylether, tetrahydrofran, dioxane, and ethyleneglycol dimethylether; 
ketones such as acetone and methylethyl ketone; and amides such as N.N-dimethylfbrmamide and N-methylpyrro- 

30 lidone, etc. 

[0145] Reaction temperature is, for example, 0-150°C. and preferably 10-100°C or so in the reaction of the ketoiso- 
phorone with the acylation agent The diester compound produced can be refined by a separation means of filtration, 
concentration, extraction, recrystallization. and a column chromatography which are a usual separation means for refin- 
ing. 

35 [0146] It is to be noted that 3,4,5-trimethyl catechol can be obtained by allowing to react thus-obtained diester com- 
pound of 3,4,5-trimethyl catechol with the organic monobasic acid with water under the presence of an acid, for exam- 
ple, the previously-described protonic acid and the solid acidic catalyst In the case, water is usually employed in an 
excessive amount with respect to the diester compound. Reaction temperature is 40-1 00 °C or so in the hydrolysis reac- 
tion. 3,4,5-trimethyl catechol produced can be isolated by, for example, the previously-described refining means for sep- 

40 aration. 

[0147] Although melting point of the diester compound (iiia) may be, for example, even 50-1 60°C or so, it is preferably 
90-1 30°C or so, 

[0148] In the case that the melting point of the diester compound (iiia) is too low, a blocking resistance is apt to lower 
and. contrarily, in the case of being too high, it requires a long time for melting, resulting in that it is afraid that produc- 
es tivity lowers and a base material is deteriorated. The diester compound (iiia) may be employed solely or in combination 
of two or more kinds. 

[0149] Since the thermoplastic resin composition 1 of the present invention contains a specified solid plastidzer. tack- 
iness is produced at a higher temperature, and a thermoplastic resin can be readily plasticized by melting at a sticking 
temperature of a label. Accordingly, even though a thermally-and pressure-sensitive adhesive sheet obtained using the 
so plasticizer is stored for a long time of period, a blocking is not caused. Further, in the case that a thermally-and pres- 
sure-sensitive adhesive sheet is prepared by coating the thermoplastic resin composition as a water-based composition 
onto a base material, it can be thermally-dried at a higher temperature, resulting in that productivity of the sheet can be 
improved. 

[0150] In the thermoplastic resin composition 2 of the present invention, at least two kinds of compounds are exem- 
55 plif ied in combination from 4 kinds of compounds groups of the previously-described multiester compound (a first group 
of compounds) (i), phosphorus compound (a second group of compounds) (iia), dioxybenzene derivative (a third group 
of compounds) (Hi), and dicyclohexylphthalate (a fourth group of compounds) (iv) which are a solid plastidzer. 
[01 51 ] As the multiester compound (i) and the phosphorus compound (a second group of compounds) (iia), there are 
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exemplified the same multiester compound (i) and phosphorus compound (iia) as in the previously-described thermo- 
plastic resin composition 1. 

[0152] The previously-described dioxybenzene derivative (Hi) includes hydroquinone. resorcinol, catechol, and deriv- 
atives thereof. As the derivatives, there are enumerated an alkyl-substituted compound in which benzene ring is substi- 

5 tuted by 1-4 pieces of an alkyl group such as methyl group, a mono- or diether compound (for example, a mono- or 
dialkylether compound such as methylether, and a mono- or diarylether compound such as phenylether) in which at 
least one hydroxy! group of two hydroxyl groups is etherized, and a mono- or diester compound (for example, a mono- 
or diester compound of an aliphatic carboxylic acid such as an acetate, a mono- or diester compound of an aromatic 
carboxylic acid such as a benzoate) in which at least one hydroxyl group of two hydroxyl groups is esterified, etc. Ben- 

io zene ring in the ether compound and ester compound may be substituted by a substituent such as an alkyl group which 
includes methyl group, etc. 

[0153] A preferred dioxybenzene derivative includes the previously-described hydroquinone or resorcinol (iiia) (A) 
(A1) in which the benzene ring may be substituted by an alkyl group, or catechol (A2) in which the benzene ring is sub- 
stituted by an alkyl group, and the diester compound (B) with the organic monobasic acid 

is [0154] As combination modes of the previously-described 4 kinds of the compounds (i)-(iv), there are enumerated (1) 
a combination of the multiester compound (0 with the phosphorus compound (iia), (2) a corribination of the multiester 
compound (i) with the dioxybenzene derivative (iii), (3) a combination of the multiester compound (i) with the dicyclohex- 
ylphthalate (iv). (4) a combination of the phosphorus compound (iia) with the dioxybenzene derivative (iii). (5) a combi- 
nation of the phosphorus compound (iia) with the dicydohexylphthalate (iv). (6) a combination of the dioxybenzene 

20 derivative (iii) with the dicydohexylphthalate (iv), (7) a combination of the multiester compound (0 with the phosphorus 
compound (iia) and the dioxybenzene derivative (iii), (8) a combination of the multiester compound (i) with the dioxy- 
benzene derivative (iii) and the dicydohexylphthalate (iv), (9) a combination of the phosphorus compound (iia) with the 
dioxybenzene derivative (iii) and the dicydohexylphthalate (iv), (10) a combination of the multiester compound (i) with 
the phosphorus compound (iia). the dioxybenzene derivative (iii). and the dicydohexylphthalate (iv). Of those, there is 

25 preferred a combination induding compounds contained in the at least two kinds of compounds group of 3 kinds of 
corrpounds group of the previously-described multiester compound (i). the phosphorus compound (iia), and the dioxy- 
benzene derivative (iii). 

[0155] There is not particularly limited a mixing proportion of a compound contained in one kind of compounds group 
in the previously-described 4 kinds of compounds group with a compound contained in other compounds group and, 
so for example, the former compound/the latter compound (weight ratio) is 1/99-99/1, preferably 5/95-95/5, more prefera- 
bly 10/90-90/10, particularly, 20/80-80/20 (for example, 30/70-70/30) or so. 

[0156] In the thermoplastic resin composition 3 of the present invention, the previously-described multiester com- 
pound (0 is employed in combination with the phosphorus compound (ii) as a solid plasticizer. The multiester compound 
(i) is the same multiester compound as in the previously-described thermoplastic resin composition 1 . The phosphorus 
35 compound (ii) includes phosphates, phosphites, and phosphines. As a preferred phosphorus compound (ii). there is 
enumerated the phosphorus compound (iia) to be employed in the previously-described thermoplastic resin composi- 
tion 1 . The phosphorus compound (ii) includes, for example, triphenyl phosphate and tri(p-t-butylphenyl)phosphate, etc. 
The multiester corrpound (i) and the phosphorus compound (ii) may be employed solely or in combination of two or 
more kinds, respectively. 

40 [01 57] Proportion of the multiester compound (i) with respect to the phosphorus compound (ii) is not particularly lim- 
ited and, for example, the former compound/the latter compound (weight ratio) is 1/99-99/1 , preferably 5/95-95/5, more 
preferably 10/90-90/10, particularly, 20/80-80/20 (for example, 30/70-70/30) or so. 

[0158] Since the thermoplastic resin compositions 2 and 3 of the present invention contain a plurality of specific solid 
plastidzers as described hereinabove, and tackiness is produced at a high temperature, it can be readily plastidzed by 

45 melting at a sticking temperature of a label, and recrystallization is delayed in the solid plasticizer, resulting in that an 
excellent transparency and adhesive property are maintained over a long time of period. For that reason, a thermally- 
and pressure-sensitive adhesive sheet obtained by employing the composition can be thermally dried at a high temper- 
ature, and even though it is stored for a long time of period, blocking is not caused and, moreover, a high transparency 
and adhesive strength can be maintained over a long time of period. 

so [0159] In the thermoplastic resin composition 4 of the present invention, there is employed a multiester compound of 
a polybasic acid which does not cause a morphological change to a tissue system of testes in a rat when it is orally 
given continuously for 7 days to the rat in a dose of 1 000 mg/kg. 

[0160] The above-described morphological change means, for exanrple, a bilateral, unilateral, drcumscribed, or wide 
range of denaturation and atrophia in semiferous tubule and spermatid. The presence or the absence of such the mor- 
65 phological change can be judged by observing a specimen obtained by HE-dyeing after slicing paraffin-encapsulated 
testes of a rat to which a substance to be examined was given into a thin layer using a microscope. 
[01 61 ] A particularly preferred solid plasticizer includes an ester compound of a polybasic add which does not show 
a significant difference in a body weight change of a rat, a weight change of testes, a weight change in an upper portion 
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of testes, and a weight change of liver compared to nongiven references when it is given by continuous oral administra- 
tion for 7 days to a rat in a dose of 2000 mg/kg. 

[0162] As the ester compound of a poiybasic acid, for example, if it is a compound having the above-described prop- 
erties, there is enumerated the previously-exemplified multiester compound (i). 
5 [0163] A preferred ester compound of a poiybasic acid includes a diester phthalate, eta As the ester compound of a 
poiybasic add having the previously-described properties, bis(cis-3,3,5-trimethylcyclohexyQphthalate, etc. is enumer- 
ated. 

[0164] The thermoplastic resin composition 4 of the present invention includes a compound having an exceedingly 
high safeness for testes of an animal as a solid plasticizer as described hereinabove. For that reason, a thermally- and 

io pressure-sensitive adhesive and a thermally-and pressure-sensitive adhesive sheet in which the solid plasticizer are 
errplpyed is remarkably excellent in safeness for human, more specifically, a genital organ of a male. 
[0165] In the thermoplastic resin composition of the present invention, the content of the solid plasticizer is, for exam- 
ple. 30-1000 parts by weight, preferably 100-1000 parts by weight, more preferably 150-900 parts by weight, and par- 
ticularly, 200-800 parts by weight based on 100 parts by weight of the thermoplastic resin. 

75 [01 66] In the case that the content of the solid plasticizer is less than 30 parts by weight, sufficient thermally-sensitive 
tackiness is not occasionally produced in heating and, in the case of more than 1000 parts by weight, a sufficient adhe- 
sive strength is not occasionally shown because of a lowered cohesive force. 

[0167] In the thermoplastic resin composition of the present invention, there may be optionally employed other solid 
plasticizers other than the above-described solid plasticizers within a range in which an effect in the present invention 

20 is not deteriorated. As the other solid plasticizer which may be optionally employed, for example, there are phthaiates 
such as diphenyl phthalate. dihexnyl phthalate, diisohexenyl phthalate, dicyclohexenyl phthalate. and dinaphthyl phtha- 
late; isophthalates such as dimethyl isophthatate, dibenzyl isophthalate, and dicyclohexenyl isophthalate; terephtha- 
lates such as dimethyl terephthalate, dibenzyl terephthalate, and dicyclohexenyl terephthalate; phosphorus compounds 
such as triphenyl phosphate and tri(p-t-butylphenyl)phosphate; sucrose benzoate, ethylenegtycol dibenzoate, trimeth- 

25 ylolethane tribenzoate, tribenzoic glyceride, tetrabenzoic pentaerythrit, sucrose octaacetate, tricyclohexyi citrate, N- 
cyclohexyl-p-toluene-sulphonic amide, urea derivatives, and paraffin chlorides, etc 

[01 68] The thermoplastic resin composition of the present invention may optionally contain a tacWf ier. As the tacWf ier 
to be employed, there can be enumerated a terpene resin, an aliphatic-based petroleum resin, an aromatic-based 
petroleum resin, a coumarone-indene resin, a styrene-based resin, a phenol resin, terpene-phenol resin, a rosin deriv- 

30 ative (a rosin, a polymerized rosin, a hydrogenated rosin, and an ester thereof with glycerine, pentaerythritol. etc., and 
a resin dimer acid, etc.). etc. The tackifiers may be employed solely or in combination of two or more kinds. 
[01 69] The content of the tackifiers is not particularly limited, and it can be appropriately selected according to a com- 
bination of the thermoplastic resin with the previously-described solid plasticizer, and it is usually 10-600 parts by 
weight and preferably 20-500 parts by weight based on 1 00 parts by weight of the thermoplastic resin. 

35 [0170] In the thermoplastic resin composition of the present invention, in addition to the above-described tackifiers. 
there may be also added usual additives, for example, an auxiliary for film-preparation, a defoaming agent an improver 
for coating, a thickener, a lubricant, a stabilizer (an anti -oxidant an ultraviolet ray absorbent and thermal stabilizer, 
etc.), an antistatic agent an anti-blocking agent (inorganic particles and organic particles, eta), eta within a range in 
which properties are not deteriorated. 

40 [0171] As the auxiliary for film-preparation, there are enumerated glycol ethers and glycol esters such as ethyteneg- 
lycol-n-butylether, diethyleneglycol-n-butylether, propyl eneglycol-n-butylether, ethyleneglycol-phenylether, propyfeneg- 
lycol-phenytether, ethyleneglycolmono-2-ethylhexylether, dipropyleneglycol methyletheracetate, propyleneglycol 
diacetate, and 2,2,4-trimethyl-1,3-pentanediol diisobutylate; plasticizers such as dibutyl phthalate, dioctyl phthalate, 
and dioctyl sebacate; organic solvents such as benzylalcohd, toluene, acetone, methanol, ethanol, propanol. isopropyl 

45 alcohol, butanol. hexane, and cyclohexane, etc. The auxiliary for film-preparation may be employed solely or in combi- 
nation of two or more kinds. 

[0172] The thermoplastic resin composition of the present invention may be also changed to a water-based emulsion 
in which the thermoplastic resin is dispersed into water by employing a dispersant The dispersant to be employed is 
not particularly limited, and there can be employed any one of conventionally and publicly-known anionic-based and 
so nonionic-based dispersants, etc. 

[0173] As the anionic-based dispersants, there can be enumerated a salt of a carboxyiic acid, a salt of sulfuric acid, 
a salt of sulphonic acid, and a salt of phosphoric acid, eta and, of those, there is preferred an ammonium salt of a car- 
boxyiic acid. 

[0174] As the nonionic-based dispersants, there can be enumerated a polyethyleneglycd-type one and a polyvalent 
55 alcohol type ona 

[0175] As a method for the preparation of the above-described water-based composition, a variety of conventional 
publicly known methods can be also applied. For example, as the above-described methods for the preparation, there 
are enumerated a method in which the respective components constructing the thermoplastic resin composition of the 
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present invention are dispersed into water after premixing, a method in which the solid plasticizer is dispersed in an 
emulsion of the thermoplastic resin or an emulsion of the tackrf ier, followed by mixing the emulsions, and a method in 
which the solid plasticizer is dispersed to prepare a dispersed liquid, followed by mixing the dispersed liquid with an 
emulsion of the thermoplastic resin and an emulsion of the tackif ier. As a method for dispersing the solid plasticizer into 
5 the above-described emulsions or water, there can be exemplified a method for dispersing a molten solid plasticizer, a 
method for dispersing while finely-powdering the solid plasticizer, and a method in which a finely-powdered solid plas- 
ticizer is dispersed, etc. 

[0176] tt is to be noted that the emulsion of the thermoplastic resin may be also prepared by an emulsion polymeri- 
zation and, further it may be also prepared by emulsifying optionally using an additive after obtaining a polymer by other 

10 methods except the emulsion polymerization. For example, the emulsion of the thermoplastic resin can be prepared by 
emulsifying while adding water after adding an additive to an organic solution containing a polymer polymerized under 
the presence of an organic solvent (an alcohol, etc. such as isopropyl alcohol), and then removing the organic solvent. 
[0177] In the solid plasticizer in the water-based composition, average particle diameter is preferably 0.5-20 microns 
or so, and more preferably 1-15 microns or so. In the case that the average particle diameter is less than 0.5 micron, it 

is is anxious that an anti-blocking property occasionally lowers or productivity lowers because of requiring a long period. 
In the case that the average particle diameter is more than 20 microns, a coating surface become roughened, and it is 
anxious that a quality of a label lowers. 

[01 78] In the thermoplastic resin composition 5 of the present invention, a glass transition temperature of the thermo- 
plastic resin is -1 0 to 25°C, and the thermoplastic resin is dispersed in water as described hereinabove and, moreover, 
20 the solid plasticizer is a phosphorus compound. The phosphorus compound includes the previously-described phos- 
phorus compound (ii). and preferably the previously-described phosphorus compound (iia). A thermally-and pressure- 
sensitive adhesive sheet obtained from such the thermoplastic resin composition is also excellent in an anti-blocking 
property, and an adhesive strength is also high. 

[0179] The above-described thermoplastic resin composition of the present invention can be employed as a ther- 
ms mally-and pressure-sensitive adhesive (thermally-and pressure-sensitive adhesive 1), and a thermally-and pressure- 
sensitive adhesive sheet (thermally-and pressure-sensitive adhesive sheet 1) is obtained by forming a layer (a pres- 
sure-sensitive adhesive layer) of a thermally-and pressure-sensitive adhesive onto at least one surface of a base mate- 
rial. The layer of a thermally-and pressure-sensitive adhesive can be formed by coating after dissolving a thermally-and 
pressure-sensitive adhesive in an organic solvent, or by coating after thermally-melting it Further, a thermally-and pres- 
30 sure sensitive-adhesive sheet is prepared by coating a water-based composition in which the thermoplastic resin com- 
position is dissolved or dispersed in water onto at least one surface of a base material, and by drying. As a method for 
coating, there can be enumerated methods in which there are employed a roll coater, an air knife coater, a blade coater, 
a rod coater, a bar coater. a comma coater, a gravure coated, and a silkscreen coater, etc. 

[0180] As the base material for forming the the previously-described pressure sensitive adhesive layer, there are enu- 
35 merated papers, coated papers, plastic films, wooden materials, clothes, nonwoven fabrics, and metals, etc. As a pol- 
ymer constructing the plastic films, there are enumerated a polyolefine such as a polyethylene and polyethylene, an 
ethylene-vinyl acetate copolymer, a polyvinyl chloride, a polyvinyl chloride-vinyl acetate copolymer, a poly(meth)acr- 
ylate, a polystyrene, a polyvinyl alcohol, an ethylene-vinyl alcohol copolymer, a cellulose derivative such as a cellulose 
acetate, a polyester (a polyalkylene terephthalate such as a polyethylene terephthalate and a polybutylene terephtha- 
40 late, a polyalkylene naphthalate such as a polyethylene naphthalate and a polybutylene naphthalate), a polycarbonate, 
a polyamide (a polyamide 6, a polyamide 6/6, a polyamide 6/10. and a polyamide 6/12, etc.). a polyester amide, a pol- 
yether, a polyimide. a polyamideimide. and a polyetherester, etc., a copolymer, blended product, and crosslinked prod- 
uct thereof may be also employed. 

45 [Thermally-and pressure-sensitive adhesive 2] 

[01 81 ] The thermally-and pressure-sensitive adhesive 2 of the present invention contains the thermoplastic resin and 
the solid plasticizer and. moreover, the thermoplastic resin is comprised an epoxy compound (E) and a polymer (F) of 
a polymerizable unsaturated compound. 

so 

[Epoxy compound (E)] 

[0182] The epoxy compound (E) includes, for example, a glycidyl ether type, glycidyl ester type, glycidyl amine type, 
alicyclic, linear chain aliphatic and heterocyclic epoxy resins. Although the epoxy compound (E) may even have at least 
55 one epoxy group in the molecule, usually, there is employed a compound having at least two epoxy groups. The epoxy 
compound (E) can be employed solely or in combination of two or more kinds. 

[0183] The glycidyl ether type epoxy resin includes a variety of epoxy resins obtained by a reaction of a compound 
having hydroxy! group with epichlorohydrin. As the glycidyl ether type epoxy resin, there can be exemplified, for exam- 
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pie. an aikyleneglycol diglyridylether (for example, an ethyleneglycol digiycidylether. a trimethyleneglycol digiyd- 
dylether. a propyleneglycol diglycidylether, 1 ,3-butanediol diglycidylether. and a tetramethyleneglycol diglycidylether. 
eta), a polyoxyaikyieneglycol diglycidylether (for example, diethyleneglycol diglycidylether. triethylenegtycol diglyd- 
dylether, a pofyethyleneglycol diglycidylether, and adipropyleneglycol diglycidylether, tripropyieneglycol diglycidylether, 

5 and a polypropyleneglycol diglycidylether, etc.), a polyglyctdylether of an aliphatic polyvalent alcohol (for example, tri- 
methylolpropane triglycidylether and glycerine triglyddylether, etc.). a bisphenol type epoxy resin (for example, a 
bisphend A type epoxy resin, a bisphenol F type epoxy resin, and a bisphenol AD type epoxy resin, etc.), and a novolak 
type epoxy resin (a phenol novolak type epoxy resin and a cresol novolak type epoxy resin, eta), etc. 
[0184] The glycidyl ester type epoxy resin includes a variety of epoxy resins obtained by a reaction of a carboxylic 

io acid with epichlorohydrin and, for example, there are included a polyglycidylester of an aliphatic polycarboxylic add (for 
example, a diglycidyl ester of an aliphatic dicarboxylic add such as diglyddyl adipate, diglycidyl sebacate. and a digly- 
cidyl ester of dimer add.), a polyglycidylester of an aromatic polycarboxylic acid (for example, a diglyddylester of an 
aromatic dicarboxylic add such as a diglycidyl phthalate. a diglycidyl tetrahydrophthalate, a diglycidyl hexahydrophtha- 
late, a diglycidyl dimethylphthalate, and a diglycidyl dimethylhexahydrophthalate, etc.), etc. 

is [0185] The glycidyl amine type epoxy resin includes a variety of epoxy resins obtained by a reaction of a primary 
amine or a secondary amine with epichlorohydrin and, for example, there are exemplified N.N-diglycidyl aniline, digly- 
cidyl toiuidine, triglycidyl-p-aminophenol, triglycidyl-m-aminophenol, tetraglycidylamino diphenylmethane, tetraglycldyl 
metaxylylenediamine. tetraglycidyl-1 .3-bis(aminomethyl) cydohexane, and tetraglycidyl-1,4-bis(aminomethyl)cyclohex- 
ane, eta 

20 [0186] As the alicyclic type epoxy resin, there are induded, for example, 1 -epoxyethyl-3.4-epoxycyc!ohexane. an afi- 
cyclic diepoxyacetal, and an alicyclic diepoxyadipate, etc. and, as the heterocydic epoxy resin, there are included, for 
example, triglycidyl isocyanate and a hydarrtoin type epoxy resin (for example, diglycidyl hydantoin and diglycidyl 
dimethylhydantoin, etc.), etc. 

[0187] A preferred epoxy compound (E) includes, for example, a glyddylether type epoxy resin (for example, a bisphe- 
25 nol type epoxy resin such as a bisphenol A type epoxy resin) and a glyckJylester type epoxy resin. 

[Polymer (F)] 

[0188] As a polymerizable unsaturated monomer for forming the polymer (F), there are included, for example, a 
so (meth)acrylic monomer, a monomer having a hydrolyzable silyl group, unsaturated carboxylic acids, aromatic vinyls, 
vinyl esters, vinyls containing halogens, vinylethers (for example, vinylethylether, etc.), vinyl ketones (for example, 
methylvinyl ketone. etc.).a vinyl heterocydic compound (for example, an N-vinyl compound such as N-vinylpyrroridone 
and N-vinylmidazole and, vinyfpiridine, etc.). and an olefine-based monomer (for example, ethylene and propylene, 
eta), and an allyl compound (for example, an allyl ester such as allyl acetate), etc. The polymerizabie unsaturated mon- 
35 omer can be employed solely or in combination of two or more kinds. 

[0189] The (meth)acrylic monomer includes, for example, (mettyacrylates, (meth)acrylamides, and (meth)acrytoni- 
trile, etc. 

[0190] As the (meth)acrylates. there are included, for example, alkyl(meth)acrytates [for example, 
alkyl(meth)acrylates such as methyl(meth)acrylate. ethyl(meth)acrylate, propyl(meth) acrylate, isopropyl(meth) acr- 

40 ylate, butyl(meth)acrylate. isobutyl(meth)acrylate, t-butyl(meth)acrytate, hexyl(meth) acrylate. octyl(meth)acrylate, 2- 
ethylhexyl(meth)acrylate, and lauryl(meth)acrylate], cycloalkyl(meth)acrylates [for example, cyclohexyl(meth)acrylate, 
eta], aryl(meth)acrylates [for example, phenyl(meth)acrylate, etc.], aralkyl(meth)acrylates [for example, ben- 
zyl(meth)acry!ate, etc.], hydroxyalkyl(meth)acrylates [for example, a hydroxy-C2-4^W(meth)acryfate such as 2- 
hydroxyethyl(meth)acrylate and 2-hydroxypropyl(meth)acrylate, etc.], glycidyl(meth)acrylate. and dialkylamino- 

45 alkyl(meth)acrylate [for example, a cfi-C 1 .4alkylamino-C 2 -4alkyl(meth)acr ylate such as 2-{dimethyi- 
amino)ethyl(meth)acrylate and 2-(diethylamino)ethyl (meth)acrylate], eta 

[0191] As the (meth)acrylamides. there are included, for example, (meth)acrylamide, hydroxyalkyl(meth)acrylamide 
[for exarrple, N-hydroxy-C 1 . 4 alkyt(meth)acrylamide such as N-methylol(meth) acrylamfcJe]. aJ koxyalkyl(meth)acryta- 
rnide [for example. N-C^alkaxy-Ci^alkylfmethjacrylamide such as N-methoxymethyf (meth)acrylamide, etc.], and 

so diacetone(meth)aoylamide, etc. 

[0192] A preferred (meth)acrylic monomer includes, for example, a (meth)acrylate [for example, a C^sfmethjacr- 
ylate, a hydroxy-C2-4alkyl(meth)acrylate, glycidyl(meth)acrylate, and a di-C^ 4 alkylamino-C2^all^t(meth)acrylate, 
eta], and (meth)acrylamides, etc. More preferably, there are included a Ca-ioaJkylacytate, a (^(mefrOacrylate, a 
hydroxy-C2^alkyl(meth)acrylate, glyckJyl(meth)acrylate f a d-C^alkylamino^-aalkyl^thJacrylate, etc. 

65 [01 93] The monomer having a hydrolyzable silyl group indudes a (meth)acryfic monomer and a monomer having vinyl 
group and an alkenyl group, etc. As the (meth)acrylic monomer having a hydrolyzable silyl group, there can be exem- 
plified, for exanple, 2-(meth)acry!oxyethyl trichlorosilane, 3-(meth)acrylQxypropyi trichlorosilane, 2-(meth)acry- 
Icxyethylmethyldichlorosilane, 2-(meth)acryloxyethyldimethyl chlorosilane, 2-(meth)acryloxy ethyl trimethoxysilane. 2- 
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(meth)acryloxyethyltriethoxysilane, 3-{meth) acryloxypropyl trimethoxysilane, 3-(meth) acryloxypropyltriethoxysilane. 
and 3-{meth)aCTyloxypropyltris(2-metfiQxyetfiQxy)silane t etc. 

[0194] As the monomer having a hydrolyzaWe silyl group and vinyl group or an alkeny! group, there can be exerrpii- 
fied. for example, vinyttrichlorosilane. vinylmethyldichlorosilane, isopropenyltrichlorosilane. and rsopropenyldimethyl- 

5 chlorosilane; vinyltrimethoxysiiane, vinyftriethoxysilane, vinyldimethoxymethylsilane, vinyldiethoxymethylsilane, 
isopropenyitrimethoxysilane, isopropenyitriethoxysilane. and vmyrtris(2-methoxyethoxy)silane, etc; allyltrichlorosilane 
and allylmethyldichlorosilane, etc.; allyltrimethoxysilane, vinylphenyitrimethoxysilane, isopropenylphenyl trimethoxysi- 
lane, etc.; 3-[2-(allyIoxycartx>nyl)phenylcarbonyloxy]propyi trimethoxysilane and 3-[2-(isopropenylmethyloxycarbonyl) 
phenylcartDonyloxyJpropyftrimethoxysilane, etc.; 3-(vinylphenylamino )propyrtrimethoxysilane and 3-(vinylphe- 

io nyfamino)propyitriethoxysilane, etc.; 3-[2-(N-viny^henylmethylamino)ethyiamino]propyltrimethoxysilane and 3-[2-(N- 
isopropenylpheny!methylamino)ethyiamino]prop^ trimethoxysilane, etc.; 2-(vinyloxy)ethyrtrimethoxysi!ane, 3-(viny- 
ioxy)propyl trimethoxysilane. 4- (vinyloxy)butyl triethoxysilane, 2-(isopropenyIoxy)ethyJ trimethoxysilane, etc.; 3-(ally- 
loxy)propyl trimethoxysilane, 1 0-(allyloxycarbonyf)decyl trimethoxysilane, 3-(isopropenyImethoxy)propyl 
trimethoxysilane, etc. ; 3-[(meth)acryloxyethoxy]propyl trimethoxysilane, 3-[(meth)acryioxyetrx>xy]propyldimeth- 

is oxymethylsilane, etc.; divinyldimethoxysilane, drvinyldiethoxysilane, and divinyldi(p-methoxyethaxy)silane, etc. 

[0195] As the unsaturated carboxyiic acids, there can be included, for example, an unsaturated monocarboxyiic acid 
[for example, an ethylenic unsaturated monocarboxyiic acid such as a (meth)acryiic acid and crotonic acid] and an 
unsaturated polyvalent carboxyiic acid [for example, an ethylenic unsaturated polyvalent carboxyiic acid such as maleic 
acid, fumaric acid, and itaconic acid, or an anhydride thereof (maleic anhydride, etc.) or esters thereof (for exarr*>le. a 

20 monoalkylester of a bifunctional carboxyiic acid such as monomethyl maleate and monobutyl maleate. etc.)], etc. As a 
preferred unsaturated carboxyiic acids, there can be included, for example, the monocarboxyiic acid such as a 
(meth)acrylic add, the unsaturated polyvalent carboxyiic add such as maleic add, the anhydride thereof, or the esters, 
etc. 

[0196] As the aromatic vinyls, there can be induded, for example, styrene, cc-methylstyrene, and vinyl toluene, etc., 
25 and styrene is often employed. 

[0197] As the vinyl esters, there can be included, for example, vinyl acetate, vinyl propionate, and vinyl versate 
(VeoVa, etc.), etc. 

[01 98] As the vinyls containing halogens, there can be induded, for example, vinylchloride and vinyiidenechloride, etc. 
[01 99] As a preferred polymer (F), there can be included a copolymer in which a hard monomer [for exarrple, a mon- 

30 omer component having a glass transition temperature of 80 to 120°C (particularly, 90 to 105°C) or so such as 
methyl(meth)acrylate and styrene, by which a homopolymer is formed.], a soft monomer [for example, a monomer com- 
ponent having a glass transition temperature of -85 to -10°C (particularly, -85 to -20*C) or so such as a C^o alkyl acr- 
ylate, by which a homopolymer is formed.], and optionally, a monomer [for example, a dialkylamino-alkyl(meth)acrylate, 
etc.] component having an ionic functional group such as carboxyiic group and amino group are constructing monomer 

35 components. The copolymer is constructed by following monomers (a hard monomer, a soft monomer, and a monomer 
containing an tonic group). 

1) Hard monomer 

40 [0200] 1 0-90% by weight [for example, 1 5-85% by weight preferably 20-80% by weight more preferably 25-75% by 
weight and particularly, 30-70% by weight]. 

2) Soft monomer 

45 [0201 ] 1 0-90% by weight [for example, 1 5-85% by weight preferably 20-80% by weight more preferably 25-75% by 
weight and particularly. 30-70% by weight]. 

3) Monomer containing an ionic group 

so [0202] 0-80% by weight [for example, 0-70% by weight preferably 0-60% by weight, more preferably 0-50% by weight, 
and particularly, 0-40% by weight]. 

[0203] Further, as the polymer (F) in the present invention, there is particularly preferred an acrylic-based polymer 
containing the above-described (meth)acrylic-based monomer as a monomer component 

[0204] Proportion of the epoxy compound (E) with respect to the polymer (F) can be selected from, for exanple, a 
56 range of the former/the latter=0.5/99.5-70/30 (% by weight) [for example, 0.5/99.5-50/50 (% by weight)] or so. Preferred 
proportion is, for example, the former/the latter=0.5/99.5-40/60 (% by weight) [for example, 0.5/99.5-30/70 (% by 
weight)], more preferably 1/99-20/80 (% by weight) [for example. 1/99-1 5/85 (% by weight)] and, particularly, 2/98-1 0/90 
(% by weight)] or so. 
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[0205] Although the thermoplastic resin composition in the present .nvention may be a ™xtuje of * B | ^ l ^ 3 ^ 
B with the polymer (F), there is preferred a form in which any one of the epoxy compound (E) and the polymer (F) K 
S£^?2**» in another component, particularly, there is preferred a form in wttich the epoxy compound 
SK Sen/ed* U state in the polymer (F) which is a matrfac. In a aversion in which the ep^fmpound (E) 
s d spersed in a particle state, an average particle diameter can be selected from a range of. for ^example 0 .001* 
far example. 0.005-2 jtm). preferably 0.01-2 »im (for example. 0.01-1.5 urn), and more preferably 0.01-1 ^m or so. 
02061 The dispersion in which the epoxy compound (E) is dispersed in a particle state may be also 
mfte polymer (F) while maintaining the epoxy compound (E) in a form of a partde state. As a P^r^ method fc< 
meparini for example, there can be exempted a method in which an emulsion of the epoxy compound (E) « m«ed 
w m an^ulsioVTof the polymer (F) and a method in which a polymerizable unsaturated mwomerjs prepared by an 
elsfon^ of an emulsion containing f^S^^T^^ZS! 

wrnwund (B etc. The emulsion polymerization may be a seed-polymerization .n wh.ch particles of the polymer part- 
deTSnSnSgtine epoxy compound (E) are a seed. Further, the particles of the polymer conta,n,ng the epoxy com- 
pounding be cor^ucteTby not onty the epoxy compound (E) alone but also the epoxy compound (E) and the 

foloT ^e emulsion polymerization can be conducted according to usual polymerization methods The emulsion 
Lolvmerization can be conducted by. for example, a method (a) in which there is emulsrf.ed a m.xed solution of the 
SrcoCCrK?(E) wrth the polymerizable unsaturated monomer, or a method (b) in which there .s emu.srf.ed a m,xed 
Sn^tt? £lymerizable unsaturated monomer or a mixed solution of the polymerizable unsaturated monomer wrth 
Se S Ground (E) under the presence of the polymer particles constructed by the epoxy compound (E). The 
mfxilo^^^ compourS (E) with the polymerizable unsaturated ^Z^^uZ^TZ^- 

^ ed monomer may bremployed as a pre-emulsion which is in advance emulsified. The rmxed solution or the polym- 
elia^ niZeTmay be pWmerfced by feeding in lump, or may be P^^^^^Si 
then feedina the residue. The mixed solution and the polymerizable unsaturated monomer may be added continuously 

or^^ 

tinn the methods may be conducted in combination. 

0208] m further.* the emulsion polymerization, there may be also employed a usua. method as a muft^ge 
polymerization method. The multi-stage polymerization can be conducted by ^^^^^^^ 
«Te Dolvmerizable unsaturated monomer or a mixed solution of the polymerizable unsaturated monomer wrth the epoxy 
cSSSH Sounder the presence of polymer particles containing at least the epoxy compound (E) or polymer particles 
J^rttolZemrtsion^erizJfon of a mixed solution of the epoxy compound (E) with thepo^^^^tu- 
nCmVnl*. in tine Jta* the polymerizable unsaturated monomer or a mixed solution thereof £ be ^added^can 
beTmployed in a different composition at an initial period or a latter period in the emuteon Pj^^on; TJSSSi 
solution to be added, proportion of the polymerizable unsaturated monomer is more at the latter penod than at *e ntaU 
pIS and. usually. tEepolymerizable unsaturated monomer is employed as a solution at the ^erperioeLtt « tobe 
no ed that, of the epoxy compound (E) and the polymerizable unsaturated monomer, although an ^^ed carbox- 
yfic acid and a compound having an amino group may be also coexisted each other in tije t^™**^^*** 
tern it is more advantageous that the both are not coexisted in order to suppress a reaction. For that reason^ in the case 
n^L^W^rization is conducted using the unsaturated carboxylic acW and the expound hav,ngan 
amino group as a polymerizable unsaturated monomer, particles containing the epoxy compound (E) areoftoipro- 
duceS Z the initial period of the emulsion polymerization, and then the pdymerizable unsaturated rnonomers^ntorv 
ing an unsaturated carboxylic acid and a compound having an amino group are often polymerized at the latter penod 

Sl^femSTn^ Ration can be conducted using a polymerization initiator. As the polymerization initiator, 
there are enumerated a persulphate such as potassium persulphate, sodium persulphate, and arnmoroum persulphate. 
a,2 a waterTlutxe polymerization initiator such as hydrogen peroxHe, and there may be ^ 
ble redox-type polymerization initiator system. Further, in order to adjust a molecular weight of the polymer (H. there 
may S^er^loTed a chain transfer agent, for example, alcohols such as catechol LH* arxf mer^p^ ete^ 
10210] Pdymerization temperature is. for example. 40-100'C. preferably 50-90-C. and more preferably 60-80'C or so 

oolvmerization there can be employed an emulsrfier. for example, a surface active agent such as an amonic surface 
SCgert (foV^arnple. sodium dodecylbenzene sulphonate. sodium alkyldiphenylether disulphonate. scdium^kyl- 
n^eneSp^onX 'sodium lauryisulphate. sodium po.yoxyethy.ene ^^^^^1 
afcylphenylether subhate. and sodium dialkylsulphosuccinate. etc.). a nonionic surface active agent (^®«n^a 
oolvoxvethvlene laurylether. a potyoxyethylene oleylphenylether. a polyoxyethylene nonylphenylether. a poKwyethyl- 
iSSSSSZ copofynW. etc.). and a protecting colloid such as a polyvinyl alcohol and a water-soluble 
^erSZt of the emuTsLr is. for example. 0.1-20% by weight, preferably 0.5-10% by weight and more pref- 
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is 



erably 1 -8% by weight or so based on total amount of the epoxy compound (E) and the polymerizaWe unsaturated mon- 
omer. 



[021 2] Polymer particles in a dispersion (a water-based polymer emulsion) obtained by the emulsion polymerization 
may be a homogeneous structure, and a different phase structure [for example, a core-shell structure and a micro 
s domain structure, etc.]. As the core-shell structure, often, a core phase is the epoxy compound (E) and a shell phase is 
the polymer (F). Average particle diameter of the polymer particles is selected in a range in which a dispersion stability 
and adhesion are not deteriorated, for example. 0.01-5 urn (for example. 0.01-1 urn), preferably 0.01-2 um and mora 
preferably 0.01-1 urn. ' 

[0213] It is to be noted that pH in the emulsion may be adjusted, and pH may be. for example, not less than 5 (for 
io example, 5-10). and preferably 6-9 or so which is a neutral range to a weak alkali range. 

[0214] In the thermally-and pressure-sensitive adhesive 2 of the present invention, the content of the thermoplastic 
resin is. for example. 15-200 parts by weight, preferably 18-150 parts by weight and more preferably 20-100 Darts bv 
weight or so based on 100 parts by weight of the solid plasticizer. 

[021 5] In the case that the content of the thermoplastic resin is less than 15 parts by weight a cohesive force lowers 
resulting in that a sufficient adhesive strength is not occasionally produced and. in the case of more than 200 parts by 
weight sufficient tackiness is not occasionally produced during heating. 

[021 6] In the thermally-and pressure-sensitive adhesive 2 of the present invention, particularly, a thermally- and pres- 
sure-sensitive adhesive containing a polymer which is a thermoplastic resin in which the epoxy compound (E) is polym- 
enzed as a core, and the polymer (F) is a shell, tackiness is firstly produced due to plasticizing of the above-described 
so polymer (F) by the solid plasticizer. followed by sticking to a body to be stuck, and then, firmly adhering by the epoxy 
compound (E). resulting in that an excellent adhesive force, holding power, and water resistance are obtained. 

(Solid plasticizer, etc.) 



[021 7] As the solid plasticizer in the thermally- and pressure-sensitive adhesive 2 of the present invention there can 
be employed the same solid plasticizer as employed in the previously-described thermoplastic resin composition of the 
present invention. The solid plasticizer may be employed solely or in combination of two or more kinds. 
[021 8] The solid plasticizer in the thermally-and pressure-sensitive adhesive 2 of the present invention may optionally 
contain a tackrf ier. As the tackrf ier. there can be employed ones exemplified in the item of the previously-described ther- 
moplastic resin composition of the present invention. The tackrf ier may be employed in two or more kinds Although the 
content of the tacWf ier is not particularly limited, ft can be appropriately selected according to a combination of the ther- 
moplastic resin composition with the solid plasticizer and. in usual, it is employed in 10-600 parts by weight or so. and 
preferably 20-500 parts by weight or so based on 1 00 parts by weight of the thermoplastic resin composition 
[0219] In the thermally-and pressure-sensitive adhesive 2 of the present invention, in addition to the tackrf ier for 
example, an auxiliary for film-forming, a defoaming agent, a coatability improver, a thickener, a lubricant a stabilizer (an 
arrt.-ox.dant. an ultraviolet ray absorbent and a stabilizer, etc.), an anti-static agent, an anti-blocking agent (inorganic 
fillers and organic fillers), which are usual additives within a range in which properties are not deteriorated. As the aux- 
iliary for film-forming, there can be employed the compounds as exemplified hereinabova 

[0220] The thermally-and pressure-sensitive adhesive 2 of the present invention is employed even in a state of not 
containing solvents, and it can be also employed as a solution of an organic solvent or a water-based composition 
[0221] The water-based composition can be prepared by a common method, for example. (1) a method in which 
respective components by which the thermally- and pressure-sensitive adhesive 2 of the present invention is con- 
structed are in advance mixed and then dissolved or dispersed in water. (2) a method in which a solid plasticizer is dis- 
solved or dispersed in an aqueous solution or an emulsion of the above-described polymer (a thermoplastic resin) or 
an aqueous solution or an emulsion of the teckrfier. and then, the solutions or emulsions are mixed each other and (3) 
a method in which a solid plasticizer is dissolved or dispersed in water to obtain a solution or an emulsion and tfie solu- 
tion or the emulsion is mixed with an aqueous solution or an emulsion of the polymer and an aqueous solution or an 
emulsion of the tacWf ier. etc. 

[0222] As a method for dissolving or dispersing the solid plasticizer into the emulsion or water, there can be exempli- 
so fied a method in which the melted solid plasticizer is dissolved or dispersed, a method in which the solid plasticizer is 
dissolved or dispersed while finely-powdering, and a method in which a finely-powdered solid plasticizer is dissolved or 
dispersed. 

[0223] In the emulsion of the water-based composition, average particle diameter of the solid plasticizer is preferably 
0.5-20 urn or so. and more preferably 1-15 um or so. In the case that the average particle diameter is less than 0 5 urn 
ss it is anxious that an anti-blocking property lowers, or productivity lowers because of requiring a long period of time for 
crushing. In the case that the average particle diameter exceeds 20 urn. it is anxious that coating surface becomes 
roughened, a quality of a label lowers. 85 
[0224] By coating the thermally-and pressure-sensitive adhesive 2 of the present invention onto at least one surface 
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of a base material to form a pressure-sensitive adhesive layer, a thermally- and pressure-sensitive adhesive sheet 
(thermally- and pressure-sensitive adhesive sheet 1) can be obtained. A method for forming a pressure-sensitive adhe- 
sive layer and the base material to be employed are the same as in the case of the previously-described thermally-arid 
pressure-sensitive adhesive 1. 

5 [0225] In the pressure-sensitive adhesive layer 2 of the present invention and the thermaliy-and pressure-sensitive 
adhesive sheet 1 obtained therefrom, in addition to an excellent adhesive strength and holding power, water resistance 
is high owing to the construction of an epoxy compound and a polymer of polymerizable unsaturated monomers in a 
thermoplastic resin. 

10 [Pressure-sensitive adhesive 3] 

[0226] The pressure-sensitive adhesive 3 of the present invention contains a polymer of a polymerizable unsaturated 
monomer having a hydrolyzabie silyl group as a thermoplastic resin. 

is (Polymer) 

[0227] As the polymerizable unsaturated monomer having a hydrolyzabie silyl group (monomer having a silyl group) 
for forming the polymer, there is exemplified a polymerizable unsaturated monomer having a silyl group represented by 
the formula (13) described below. 

20 

R u 

-Si- R 12 

I (13) 



(in the formula, R 11 , R 12 , and R 13 may be identical or different, and those represent a halogen atom, an alkyl group, an 
30 aryl group, an aralkyl group, an alkoxy group, an aryloxy group, an acyloxy group, hydroxy! group, amino group, aminaxy 
group, and an alkylthio group). 

[0228] In the hydrolyzabie silyl group, usually, at least one of R 11 -R 13 are a halogen atom, an alkoxy group, or hydroxy! 
group. 

[0229] In the silyl group represented by the formula (13), the halogen atom includes fluorine, chlorine, bromine, and 
35 iodine atoms. The halogen atom is usually chlorine atom. 

[0230] As the alkyl group, there are included, for example, a C-mq alkyl group such as methyl, ethyl, propyl, butyl, 
pentyl, and hexyl groups. As the aryl group, there is included, for example, a C 6 . 10 aryl group such as phenyl group and, 
as the aralkyl group, there is included, for example, a Cy.-jo aralkyl group such as benzyl. 

[0231] As the alkoxy group, there is included, for example, a C^g alkoxy group such as methoxy, ethoxy, propoxy, 
40 isopropoxy, buthoxy, isobuthoxy, t-buthoxy, pentyl oxy, hexyl oxy, octytoxy, decyloxy, and dodecyloxy groups. A preferred 
alkoxy group includes a C-M4 alkoxy group, particularly, methoxy and ethoxy groups. Further, the alkoxy group also 
includes, for example, an aikoxy-alkoxy group such as methoxy ethoxy group. 

[0232] As the aryloxy group, there is included, for example, a C 6 . 10 aryloxy group such as phenoxy group. As the acy- 
loxy group, there is included, for example, a C2.6acyloxy group such as acetyloxy group, propionyloxy group, and buty- 
45 lyloxy group. 

[0233] The amino group includes, for example, an amino group which may have a substituent such as dimethyl amino 
group and, the aminoxy group includes, for example, an amino group which may have a substituent such as dimethyl 
aminaxy group. The alkylthio group includes, for example, a C^alkylthio group, etc. such as a methytthio and ethylthk) 
groups. 

so [0234] The monomer having a silyl group includes, for example, the following monomers, 
(a) Monomer having a halogen 
[0235] 

55 

(a-1) Compound represented by the formula (14) described below 



29 



EP 0 989 162 A1 



R IS Ri 4 

CH 2 = C-Si-X 3 . a K } 



(in the formula, R 14 represents a Ct. 10 alkyl group, a C 6 . 10 aryl group or a Cy.-ioaralkyl group and, R 15 represents a 
w hydrogen atom or a methyl group. X represents fluorine, chlorine, bromine, or iodine atom, "a" represents an inte- 
ger of 0-2.) 

As such the monomer, there are enumerated, for example, vinyl trichlorosilane, vinyimethyl dichlorosilane, 
vinyldimethyl chlorosilane, vinylmethylphenyl chlorosilane, isopropenyi trichtorosilane, isopropenyl methyldichlo- 
rosilane, isopropenyl dimethylchlorosilane, and isopropenylmethylphenyl chlorosilane, etc. 



is 



20 



30 



35 



(a-2) Compound represented by the formula (15) described below, 

d 15 P 14 
R R a 

CH 2 = C- (CH 2 ) r -Si-X 3 . a (15) 

(in the formula, V represents an integer of 1-12. R 14 , R 15 , X, and "a" are the same as described hereinabove.) 

As such the monomer, there are enumerated, for example ally) trichlorosilane, allylmethyl dichlorosilane, and 
allytdimethyl chlorosilane, etc. 

(a-3) Compound represented by the formula (16) described below, 

R 15 Ri 4 
I I (16) 

CH 2 =C- COO- (CH 2 )r-Si-X 3 . a 



(in the formula, "r" represents an integer of 1-12. R 14 , R 15 , X, and "a" and V are the same as described herein- 
above.) 

As such the monomer, there are enumerated, for example, 2-(meth)acryloxyethyi trichlorosilane, 3-(meth)acry- 
40 loxypropyl trichlorosilane, 2-(meth)acryloxyethylmethyl dichlorosilane, and 3-(meth)acryioxypropylmethyI dicWo- 
rosilane, 2-(meth)acrytoxy ethyldimethylchiorosilane, 3-(meth)acryloxypropyldimethyl chlorosilane, etc. 

(b) Monomer having an alkoxy group or an aryloxy group 

45 [0236] 

(b-1) Compound represented by the formula (17) described below, 



so 



R la Ri 4 

I I lg (17) 
CH 2 = C-Si-R3_ a 



ss (in the formula, R 16 represents a Cv^alkoxy group, and R 14 , R 15 , and "a" are the same as in the above descrip- 
tions.) 

As such the monomer, there are enumerated, for example, vinyitrimethoxysilane, vinyttriethoxysilane, vinyHrib- 
utoxysilane, vinyttri(hexyloxy)silane, vinyltri(octyIoxy)silane, vinyltri (decytoxy)silane, vinyltri(dodecyloxy)silane, 
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vinyldimethoxy methylsilane. vinyidiethoxy methyisilane, vinylmethoxy dimethylsilane, vinyiethoxy dimethylsilane. 
vinylbutoxydimethylsilane. vinyldiphenyt ethoxysilane, isopropenyl trimethoxysilane. isopropenyt triethoxysilane, 
isopropenyl tributoxysilane, isopropenyitri(hexyloxy)silane, isopropenyltrt(octyloxy)silane, isopropenyl tri(decyloxy) 
silane, isopropenyt tri(dodecyIoxy)silane, isopropenyl dimethoxymethylsilane, isopropenyl diethoxymethylsilane, 
isopropenyl methoxydimethylsilane, isopropenyl ethoxydimethylsilane, isopropenyl butoxydimethylsilane, and 
vinyltris(2-methoxyethoxy) silane, eta 



(b-2) Conpound represented by the formula (18) described below, 



10 



' i- 1 16 



(18) 



15 



(in the formula. R 17 represents a C-j.^alkylene group or phenylene group, and R 14 . R 15 , R 16 and "a" are the same 
as in the above descriptions.) 

As such the monomer, there are enumerated, for example, aliyltrimethoxysilane, vinyldecytoimethoxysilane, 
20 vinyioctyl trimethoxysilane, vinylphenyftrimethoxysitane, vinytphenyl dimethoxymethylsilane. vinylphenylmethoxy- 
dimethylsilane, isopropenylphenyl trimethoxysilane, isopropenylphenyl dimethoxymethylsilane, and isopropenyl- 
phenyl methoxydimethylsilane, etc. 

(b-3) Compound represented by the formula (19) described below 

25 

R 15 Ri 4 
CH 2 = C- COO- (CH 2 ) r - Si- Rj! ft U9> 

30 

(in the formula, R 14 , R 15 , R 16 , "a", and V are the same as in the above descriptions.) 

As such the monomer, there are exemplified, for example, 2-(meth)acryloxyethyl trimethoxysilane, 2- 
(meth)acryloxyethyl triethoxysilane, 3-(meth)acryloxypropyl trimethoxysilane, 3-(meth)acryloxypropyl triethoxysi- 
35 lane. 3-(meth)acrylQxypropyl methyldimethoxysilane, 3-(meth)acrylaxypropyldiethoxysilane. and 3-(meth)acry!oxy- 
propyl tris(2-methoxyethoxy)silane, etc. 

(b-4) Compound represented by the formula (20) described below. 



40 



15 



Ri 4 



16 



CH 2 = C- CH 2 - 0C0-Ph-C00- (CH 2 ) r ~Si- R;. a 



(20) 



45 



(in the formula. Ph represents a phenylene group, and R 14 R 15 . R 16 , w a", and "r" are the same as in the above 
descriptions.) 

As such the monomer, there are included, for example, 3-[2-(aNyloxycarbonyl)phenylcarbonyloxy]propyl tri- 
so methoxysilane, 3-[2-(allyloxycafbonyl)phenylcarbonyloxy]propyl dimethoxysilane, 3-[2-(allytcxycarbonyl)phenytcar- 
bonyioxy]propyimethoxy dimethylsilane, 3-[2-(isopropenylmethaxycarbony0 phenyl carbonyioxy]propyl- 
trimethoxysiiane, 3-[2-0sopropenylmethoxycarbonyl)phenylcarbonyloxy]propyl dimethoxymethylsilane, and 3-{2- 
(isopropenylmethoxycarbonyl) phenylcarbonylQxy]propylmethoxydimethyIsilane f etc. 

ss (b-5) Compound represented by the formula (21) described below, 



iwcnnrm- -cp oqqqi coa 1 i ^ 
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10 



R 15 R» 
CH 2 =C~R 18 -NH - (CH 2 ) 3 -Si-Ri 6 . a (21> 

[in the formula, R 18 represents a phenylene group or -Ph-CH 2 - (Ph represents a phenylene group), and R 14 . R 15 , 
R 16 , and "a" are the same as in the above descriptions.] 

As such the monomer, there are exemplified, for example, 3-(vinyIphenyfamino)propyftrimethoxysilane. 3- 
(vinylphenylamino) propyltriethoxysilane, 3-(vinylbenzyiamino)propyltrimethaxy silane, and 3-(vinylben- 
zytamino)propyftriethoxysilane, etc. 

is (b-6) Compound represented by the formula (22) described below, 

K I (22) 

CH 2 = C - Ph- CH 2 - N r riCH 2 CH 2 NH - (CH 2 ) 3 - Si ~ R J- e 
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45 



(in the formula, Ph represents a phenylene group, and R 14 , R 15 , R 16 , and "a" are the same as in the above descrip- 
tions.) 

As such the monomer, there are included, for example, 3-[2-(N-vinylphenylmethylamino)ethylaminolpropyltri- 
methoxysilane and 3-[2-(N-isopropenylphenylmethylamino)ethylamino]propyl trimethoxysilane, etc. 

0>7) Compound represented by the formula (23) described below, 

R 15 Ri 4 

I v 1 16 (23) 

CH 2 = C- 0- (CH 2 )r-Si-R 3 _ a 

(in the formula, R 14 , R 15 , R 16 , and "a" are the same as in the above descriptions.) 

As such the monomer, there are included, for example, 2-(vinyloxy)ethyltrimethoxysilane, 3-(vinyloxy)propyl tri- 
methoxysilane, 4-(vinyloxy)butyttriethoxysilane, and 2-isopropenyloxy)ethyltrimethoxysilane l etc. 

(b-8) Compound represented by the formula (24) described below, 

R** Ri 4 
CH 2 = C— R ia -(CH 2 )r— Si - r}! 8 1 24 ^ 



(in the formula, R 19 represents -CH 2 0 or -CH2OCO-. and R 14 R 15 , R 16 . "a", and "T are the same as in the above 
so descriptions.) 

As such the monomer, there are included, for example, 3-(allyloxy)propyltrimethoxysi!ane, 10-(a!iylaxycarbo- 
nyQdecyl trimethoxysilane, 3-(isopropenylmethyloxy)propyltrimethoxysilane, and 10-(lsopropyl methyl oxycarbo- 
nyQdecyltrimethaxysilane, etc. 

65 (b-9) Compound represented by the formula (25) described below, 
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R 15 

CH 2 = C-C00- (CK 2 )r- 0 - (CH 2 )q 



(in the formula, "q" represents an integer of 1-12, and R 14 , R 15 , R 16 . "a" and V are the same as in the above 
descriptions.) 

As such the monomer, there are enumerated, for example, 3-[(meth)acryloxyethoxy]!propy!trimethoxysiIane 
and a-KmethJacryloxyethoxyJipropyldimethoxymethylsilane. eta 

[0237] Further, the monomer having silyl group may be. for example, a compound having divinyl grot?) such as divi- 
nyidimethoxysilane, divinyldiethoxysilane, and divinyWi(p-methoxyethoxy)si!ana The monomer having a silyl group 
may be employed solely or in combination of two or more Wnds. A preferred monomer having a silyl groi*> includes, for 
exarr*)le, a vinyl-based monomer [particularly, a (meth)acrylic-based monomer] having an alkoxysilyl group from a 
viewpoint of handling, economy, and weakness of side reaction, etc. 

[0238] In the present invention, although the above-described polymer may be constructed by the above-described 
monomer alone having a silyl group, it is usually constructed by the above-described monomer having a silyl group and 
a copolymerizable unsaturated monomer (copolymerizing components). Such the copolymerizing components 
includes, for example, a (meth)acrylic-based monomer, aromatic vinyls, unsaturated carboxylic acids, vinyl esters, 
vinyls containing halogens, vinylethers (for example, vinylethylether, etc.), vinyl ketones (for example, methylvinyiketone. 
etc.), vinylheterocyclic corrpounds (for example, N-vinylpyrrolidone, an N-vinyl compound such as N-vinylimidazole and 
vinyl piridine, etc.), an olefinic monomer (for example, ethylene and propylene, etc.), and an allyl compound (for exam- 
ple, an allyl ester such as allyl acetate, etc.). etc. The copolymerizing components may be employed solely or in com- 
bination of two or more kinds. The (meth)acrylic-based monomer which is the copolymerizing component includes, for 
example, a (meth)acrylate, (meth)acrylamides, and (meth)acrylonitrile, etc. 

[0239] The (meth)acrylate includes, tor example, an a!kyl(meth)acrylate [for example, C^salMtmettOacrytoes such 
as methyl(meth)acrylate. ethyl(meth)acrylate, propyl(meth)acrylate. isopropyl (meth) acrylate, butyl (meth) acrylate. 
isobutyl (meth)acrylate, t-butyl (meth)acrylate, hexyl(meth)acrylate, octyl(meth)acrylate, 2-ethylhexyl(meth)acry1ate, 
and lauryl(meth)acrylate], a cycloalkyl(meth)acrylate [for example, cyclohexyl(meth)acrylate, etc.], an aryl(meth)acr- 
ylate [for exairple, phenyl(meth)acrylate. etc.]. an aralkyl(meth)acryiate [for example, benzyl (meth)acrylate. etc.], a 
hydroxyaIkyl(meth)acrylate [for example. hydroxy-<^alkyl(meth)acrylates such as 2-hydroxyethyl(meth)acrylate and 
2-hydroxypropyl(meth)acrylate. etc.], giycidyl(meth)acrylate, a dialkylamino-aikyl(meth)acrylate [for example, a di-C^ 
4 a!kylamino-C2^ alkyl(meth)acrylate such as 2-(dimethylamino)ethyl(meth)acrylate and 2-(diethyf- 
amino)ethyl(meth)acrylate], etc. 

[0240] The (meth)acrylamides include, tor example, (meth)acrylamide, a hydroxyalkyl(meth)aaylamide [for example, 
an N-hydroxy-C^ alkyl(meth)acrylamide such as N-methylol(meth)acrylamide]. an alkoxyalkyl(meth)acrylamide [for 
exarrple, N-hydroxy-Ci^alkoxy-C^ alkyl(meth)acrylamides such as N-methoxymethyl(meth)acrylamide], and diace- 
tone(meth)acrylarrade. eta 

[0241] A preferred (meth)acrylic-based monomer includes, for example, a (meth) acrylate [for example, a C«j. 
18 alky1(meth)acrylate, a hydroxy-C2. 4 alkyl(meth)acrylate. glycidyl(meth)acrylate, di-C^ alkylamino-C^ 
4 alkyl(meth)acry1ate, etc.] and (meth)acrylamides. etc. A more preferred (meth)acrylic-based monomer includes a C2. 
10 alkylacrylate, a C^methacryiate. a hydroxy-C^ alkyl(meth)acrylate. glyckjyl(meth)acrylate, di C 1 ^a!kytamino-C2.3 
alkyl(meth)acrylate. 

[0242] The unsaturated carboxylic acids include, for example, an unsaturated monocarboxylic acid [for example, an 
ethylenic unsaturated monocarboxylic acid such as (meth)acrylic acid and crotonic add] and an unsaturated polyvalent 
carboxylic acid [for example, an ethylenic unsaturated polyvalent carboxylic add such as maleic acid, fumaric acid, and 
itaconic acid, or an anhydride thereof (maleic anhydride, etc.) or esters (for example, a monoalkyl ester of a Afunctional 
carboxylic acid such as monomethylmaleate and monobutylmaleate, etc.)], etc. A preferred unsaturated carboxylic acid 
includes, for exarrple, a monocarboxylic acid such as (meth)acrylic acid and a polyvalent carboxylic add such as maleic 
acid, an anhydride thereof, or the esters. 

[0243] The aromatic vinyls include, for example, styrene, alpha-methylstyrene, and vinyl toluene, etc., and styrene is 
often employed. The vinyl estere indude, for example, vinyl acetate, vinyl propionate, and vinyl versate (VeoVa, etc.), 
eta The vinyls containing halogens include, for example, vinyl chloride and vinylidene chloride, etc. 
[0244] Further, as copolymerizable components, there may be employed, for example, a monomer containing silyl 
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group such as a compound [for example, vinylbis(dimethylamino)methy!si!ane, etc.] represented by formula (26); 

R 15 Ri 4 R 20 

5 CH 2 =C- Si- (N-R^h-a (26) 

(in the formula, R 20 and R 21 , (which may be identical or different, represent a C^^alkyl group. R 14 , R 15 , and "a" are the 
io same as in the above descriptions.), 

a compound [for example. vinyltri(acetyloxy)silane and vinyldi(acetyloxy)methylsilane. etc.] represented by formula 
(27): 

CH 2 = C- Si-R?.. (27) 

(in the formula. R 22 represents a C^eacyl group. R 14 , R 1S . and "a" are the same as in the above descriptions.), and 
so a compound [tor example, vinytoiphenoxysilane. etc.] represented by formula (28); 

R" Ri 4 

CH 2 =C- Si-R? . (28) 

(in the formula, R 23 represents a C^^arylaxy group. R 14 , R 15 , and w a" are the same as in the above descriptions.). 
[0245] In the present invention, as copolymerizable components, usually, there may be often employed a hard mon- 

30 omer [for example, a monomer component which forms a homopolymer having a glass transition temperature of 80 to 
120°C (particularly, 90 to 105°C) or so such as methyl(meth)acrylate and styrene] and a soft monomer [for example, a 
monomer component which forms a homopolymer having a glass transition temperature of -85 to -10°C (particularly, - 
85 to -20°C) or so such as a C^q aikylacrylate] in combination thereof. On the other hand, If a monomer corrponent 
[for example, diaikylamino-alkyl(meth)acrylate, etc.] containing an ionic functional group such as carboxylic group or 

35 amino group is employed as a copolymerizable component, a water-based resin composition can be obtained without 
an emulsifier. 

[0246] In the case that a polymer is constructed using the monomer containing a silyl group and the copolymerizable 
components (the hard monomer, soft monomer, and monomer component containing an ionic functional group), the 
use amount of the respective monomer components can be selected, for example, from the following range. 

(1) Monomers containing a silyl group 

[0247] 0.05-30% by weight [for example, 0.1-20% by weight, preferably 0.5-15% by weight, more preferably 1-10% by 
weight] 

45 

(2) Copolymerizable components 

[0248] 70-99.95% by weight [tor example. 80-99.9% by weight preferably 85-99% by weight, more preferably 90-98% 
by weight] 

so [0249] The copolymerizable components can be constructed by, for example, the following monomers (the hard mon- 
omer, soft monomer, and monomer component containing an ionic functional group). 

1) Hard monomer 

ss [0250] 1 0-90% by weight [for example, 1 5-85% by weight, preferably 20-80% by weight, more preferably 25-75% by 
weight particularly, 30-70% by weight] 
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2) soft monomer 



[0251] 10-90% by weight [for exanple. 15-85% by weight, preferably 20-80% by weight more preferably 25-75% by 
weight, particularly 30-70% by weight] 

3) Monomer containing an ionic group 

[0252] 0-80% by weight [for example, 0-70% by weight, preferably 0-60% by weight, more preferably 0-50% by weight, 
particularly, 0-40% by weight] . 
[0253] A preferred polymer in the present invention includes a polymer (an acrylic-based polymer) including at least 
one kind of an acrylic-based polymer as a constructing monomer (a monomer containing a silyl group and copolymer- 
izable components). 

[0254] A particularly preferred polymer is a copolymer containing a vinyl-based monomer having an alkoxysilyl group 
which is a constructing monomer and an acrylic-based monomer which is a copolymerizable component 
[0255] The polymers can be obtained by a usual method, for example, a solution polymerization, an emulsion polym- 
erization, a suspension polymerization, and a bulk polymerization, etc. The polymers are often obtained in a form of an 
aqueous solution and a water-based emulsion. Average particle diameter of polymer particles in the water-based emul- 
sion can be selected within a range in which dispersion stability and adhesion are not deteriorated, for example, a range 
of 0.01-2 urn (for example, 0.01-1 preferably 0.01-0.05 jim, and more preferably 0.01-0.3 pin or so. 
[0256] As a method for obtaining the polymer (a thermoplastic resin) as an aqueous solution or a water-based emul- 
sion, there are exemplified, for example, a method (1) and a method (2). The method (1) includes a method (1-1) and 
a method (1 -2). In the method (1-1). there is dissolved or dispersed a polymer in which the vinyl-based monomer having 
a silyl group represented by the previously-described formula (13) is copolymerized with a copolymerizable component 
having an ionic functional group such as carbaxyiic group or amino group using an alkali (for example, an alkyl amine 
such as triethylamine, a cyclic amine such as morpholine, an alkanol amine such as triethanolamine, pyridine, and 
ammonia, etc.), an acid [for example, an inorganic add (for example, hydrochloric acid and sulfuric acid, etc.), and an 
organic acid (for example, a carboxylic acid such as acetic acid and propionic acid, and sulfonic acid, etc.). and in the 
method (1-2), the polymer is dissolved or dispersed by an emulsifier, and the method (2) is an emulsion polymerization 
method, etc* 

[0257] In the above-described method (1-1) and the method (1 -2), the polymer may be also prepared by a solution 
polymerization and, further, it may be also prepared by an emulsion polymerization, a suspension polymerization, and 
a bulk polymerization. It is to be noted that the polymerization may be carried out batchwise or continuously. 
[0258] In the solution polymerization, there is employed an organic solvent [for example, such as an alcohol (for exam- 
ple, ethanol. isopropanol. and butanol. etc.). an aromatic hydrocarbon (for example, benzene, toluene, and xylene, 
eta), an aliphatic hydrocarbon (for example, pentane, hexane. and heptane, etc.). a cycloaliphatic hydrocarbon (for 
exarrple, cyclohexane, etc.). an ester (for example, ethyl acetate and n-butyl acetate, etc.). a ketone (for example, ace- 
tone and methylethylketone, etc.), and an ether (for example, diethylether, dioxane, and tetrahydrofran, etc.)]. The 
organic solvent may be errployed solely or in combination of two or more kinds. As the organic solvent, there may be 
usually employed an alcohol such as isopropanol, an aromatic hydrocarbon such as toluene, and a ketone such as 
methylethylketone, etc. 

[0259] Use amount of the organic solvent is not particularly limited, and it can be selected from, for example, a range 
of total amount of the organic solventsAnonomers=0.1/1-5/1 (weight ratio), and preferably 0.5/1 -2/1 (weight ratio) based 
on total amount of the monomers (the monomer having a silyl group and the copolymerizable components). 
[0260] In the solution polymerization, although a polymerization may be initiated by irradiation of an electronic beam 
or an ultraviolet ray and heating, it is often initiated using a polymerization initiator. As the polymerization initiator, there 
can be exerrplH led. for example, an azo compound [for example, azobisisobutylnitrile, 2,2-azobis(2,4-dimethytvaleroni- 
trile, azobiscyano valeric acid. 2.2-azobis(2-amidinopropane) hydrochloride, 2.2-a20bis(2-amidinopropane)acetate.], 
inorganic peroxides (tor example, persulphates acid such as potassium persulphate, sodium persulphate, ammonium 
persulphate, and hydrogen peroxide), organic peroxides [for example, benzoyl peroxide, di-t-butylperoxide, cumen 
hydroperoxide, di(2-ethoxyethyl)peroxydicarbonate)]. and redox catalysts [for example, sulphite or bisulfite (for exam- 
ple, alkali metal salts and ammonium salts), a reducing agent such as L-ascorbic acid and elisorbic acid, persulphates 
acid (for exarrple. alkali metal salts and ammonium salts, etc.). and a catalyst system composed of the combination of 
the peroxides]. The polymerization initiator can be employed solely or in combination of two or more kinds. 
[0261 ] Use amount of the polymerization initiator can be selected from, for example, a range of 0.001 -20% by weight, 
and preferably 0.01-1 0% by weght (for example. 0. 1 -1 0% by weight) or so based on total amount of the monomers (the 
monomer having a silyl group and the copolymerizable components). 

[0262] Reaction tenperature in the solution polymerization is, for example. 50-150°C. and preferably 70-130°C or so. 
Further, reaction time of period is, for example, 1 -10 hours, and preferably 2-7 hours or so. It is to be noted that a ter- 
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mlnatlon point of the polymerization can be identified by disappearance in the absorption (for example, 1648 on' 1 ) by 
double bonds in infrared absorption spectra or a decrease of unreacted monomers using a gas chromatography. 
[0263] In emulsifying the polymer, there are employed an emuisif ier, for example, an anionic surface active agent such 
as an alky! sulphate, an alkylaryl sulphonate, an aikyl phosphate, or a fatty acid salt, a cationic surface active agent 
5 such as an alkyl amine salt, an alkyl quaternary ammonium salt, a poiyoxyethylene alkyfarylether, a nonionic surfactant 
such as a poiyoxyethylene alkylether, or a pluronic-type one. an amphoteric surface active agent such as a carboxyllc 
acid-type one (an amino acid-type one, betaine-type one) or a sulfonic acid-type one. It is to be noted that the emulsion 
may be pH-regulated by a pH regulator. 

[0264] In the case that the polymer contains a cationic groip such as a cation-formable group, amino group, and imide 
10 group, the polymer can be readily dissolved or emulsified because of an increase of hydrophiiic property by the use of 
acids. As such the adds, there can be exemplified, for example, an inorganic acid (for example, hydrochloric acid, phos- 
phoric acid, sulfuric acid, and nitric acid, etc.) and an organic acid [for example, a saturated aliphatic monocarboxyfic 
acid such as formic acid, acetic acid, and propionic acid; a saturated aliphatic polycarboxylic acid such as oxalic acid 
and adipic acid; an unsaturated aliphatic monocarboxylic acid such as (meth)acrylic acid; an unsaturated aliphatic pdy- 
15 carboxyiic acid such as maleic acid and itaconic acid; and an aliphatic oxycarboxylic acid such as lactic acid and citric 
acid, etc.]. 

[0265] In the case that the polymer contains an acidic group such as carboxyiic group, the polymer can be readily 
dissolved or emulsified by the use of a basic compound. As such the basic compound, there can be included an organic 
basic material (for example, an alkyl amine such as triethytamine. a cyclic amine such as morpholine. an alkanol amine 
20 such as triethanol amine, and pyridine, etc.) and an inorganic basic material (for example, ammonia and a hydroxide of 
an alkali metal, etc.). 

[0266] Use amount of the acid can be selected from, for example, a range of total amount of the acid/cationic 
group=0.3/1 -1.5/1 (molar ratio) or so. 

[0267] Use amount of the basic material can be selected from, for example, a range of total amount of the basic mate- 
25 rial/acidic group=0.3/1 - 1 .5/1 (molar ratio) or so. 

[0268] The polymer obtained by solution polymerization can be emulsified under the presence or the absence of 
organic solvents. 

[0269] In the case that the polymer is dissolved or emulsified under the presence of organic solvents, a water-soluble 
organic solvent (for example, an alcohol such as isopropanol) is often employed as an organic solvent. In the case that 
30 the polymer was emulsified under the presence of organic solvents, the organic solvent may be even removed by evap- 
oration, etc. after emulsifying, and an emulsion may also contain the organic solvent It is to be noted that in the case 
that the organic solvent is removed before emulsifying the polymer, an organic solvent (a ketone such as methylethyl- 
ketone) having a low boiling point ts occasionally employed. 

[0270] In the case that the polymer obtained by solution polymerization is emulsified under the presence of organic 
35 solvents, it can be emulsified by adding water after adding an additive (for example, an emuisif ier, a pH regulator, and 
an acid, etc.) to the organic solution containing the polymer. In the case, it is preferred to gradually add water by drop- 
ping. Emulsifying is preferably carried out at a low temperature, for example, it can be selected from a range of not more 
than 70°C (for example, 5-70°C), and preferably not more than 50°C or so (for example, 10-50°C). 
[0271] After having emulsified by the addition of water, removal of the organic solvents is often carried out at, for 
40 example, not more than 80°C (for example, 5-80°C) and an ordinary or reduced pressure (for example, 0.0001-1 normal 
atmosphere or so). 

[0272] Further, the emulsion polymerization of the monomers (the monomer having a silyl group and copolymerizaUe 
components) can be carried out according to usual emulsion polymerization methods and, for example, there can be 
applied a method of collectively feeding the monomers (for example, a polymerization method by collectively feeding 
45 the monomers to a water-based medium) and a method of monomer feeding (a polymerization method by adding the 
monomers to a water-based medium), eta The monomers may be even employed as a pre-emulsion which is in 
advance emulsified. In the preparation of the pre-emulsion. a polymerizabie emulsifier may be even employed as a 
copoiymerizable component, and may be also emulsified using an emulsifier. 

[0273] As a polymerization initiator to be employed in the emulsion polymerization, there can be employed a water- 
so soluble polymerization initiator such as inorganic peroxides (for example, persulphates such as potassium persulphate, 
sodium persulphate, and ammonium persulphate, and hydrogen peroxide) in the above-described polymerization initi- 
ator for the solution polymerization, and may also be a water-soluble redox type polymerization initiator system. 
[0274] As the polymerizabie emulsifier, there can be employed a variety of usual emulsifiers for polymerization [for 
example, an emulsifier having (meth)allyl group and a (meth)alkyt group which are a polymerizabie functional group 
55 and, moreover, a quaternary ammonium salt and a tertiary amine salt a cationic group such as amino group, and imide 
group, and an anionic group such as a sulfonate and a carboxylate, or a nonionic group such as ethyieneoxide group], 
etc. Use amount of the polymerizabie emulsifier can be selected from, for example, a range of 0.1-20% by weight, and 
preferably 0.5-10% by weight or so based on total amount of the monomers. 
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[0275] As the emulsifier to be employed in the emulsion polymerization, there can be enumerated the emulsrfters 
which can be employed when emulsifying a polymer obtained by the previously-described solution polymerization. Fur- 
ther, in order to stabilize the emulsion polymerization, there may be even employed a protecting colloid agent (for exam- 
ple, a partially-saponified poiyvinyialcohol, a carboxymethyl cellulose, a methyl cellulose, a hydroxyethyl cellulose, and 
5 a hydroxypropyl cellulose, etc.). It is to be noted that pH may be regulated in the emulsion. 

[0276] It is to be noted that conditions such as temperature, etc. in the emulsion polymerization may be the same as 
in the previousiy-descrfoed solution polymerization. 

[0277] In order to control a molecular weight of a polymer in the solution polymerization and the emulsion polymeri- 
zation, there may be employed a chain transfer agent, for example, an alcohol such as catechol or phenols, thiols, mer- 
10 captans (for example, n-lauryl mercaptan, n-dodecyl mercaptan, t-dodecyl mercaptan, 3-mercaptopropyl 
trimethoxysilane, and 3-mercaptopropyImethyl dimethoxysilane, etc.). 

[0278] A weight average molecular weight (Mw) in the previously-described polymer is, for example. 100,000- 
8,000,000, preferably 200.000-7,000.000, and more preferably 300,000-5,000,000 or so. 

[0279] Further, a glass transition temperature (Tg) in the previously-described polymer is, for example, -10 to 70°C. 
is preferably -5 to 50°C, and more preferably 0 to 40°C or so. In the case that the glass transition temperature is less than 
-10°C, blocking is apt to be caused in a thermal ly-and pressure-sensitive adhesive sheet and, in exceeding 70°C, an 
adhesive property is apt to lower. 

[0280] In the thermally-and pressure-sensitive adhesive 3 of the present invention, the content of the thermoplastic 
resin is, for example, 15-200 parts by weight, preferably 18-150 parts by weight, and more preferably 20-100 parts by 
20 weight or so based on 1 00 parts by weight of the total amount of the solid plasticizer. In the case that the content of the 
thermoplastic resin is less than 15 parts by weight, a cohesive force lowers, resulting in that a sufficient adhesive 
strength is not occasionally produced and, in the case of more than 200 parts by weight sufficient tackiness is not occa- 
sionally produced in heating. 

[0281] In the present invention, since the poiymerizabie unsaturated compound having a hydrolyzable silyl group is 
25 employed as a monomer constructing the thermoplastic resin, a polymer having a high molecular weight is obtained by 
crosslinking, and it is considered that a cohesive force becomes strong. For that reason, in the case that it is employed 
as a thermally-and pressure-sensitive adhesive, an adhesive force, a holding power, and a water resistance are remark- 
ably improved. 

so (Solid plasticizer, etc.) 

[0282] As the solid plasticizer in the thermally-and pressure-sensitive adhesive 3 of the present invention, there can 
be employed the same solid plasticizer as in the previously-described thermoplastic resin composition of the present 
invention. The solid plasticizer may be employed solely or in combination of two or more kinds. 

35 [0283] The thermally-and pressure-sensitive adhesive 3 of the present invention may optionally contain a tackif ier. As 
the tackifier to be employed, there can be employed the same ones as exemplified in the item of the previously- 
described thermoplastic resin composition of the present invention. The tackifier may be employed solely or in combi- 
nation of two or more kinds. The content of the tackifier is not particularly limited, and it can be appropriately selected 
according to the combination of the thermoplastic resin with the solid plasticizer. Usually, it is 10-600 parts by weight, 

40 preferably 20-500 parts by weight based on 100 parts by weight of the thermoplastic resin. 

[0284] In the thermally-and pressure-sensitive adhesive 3 of the present invention, in addition to the tackifier, there 
may be added, for example, an auxiliary for film-forming, a defoaming agent, a coatability improving agent, a thickener, 
a lubricant, a stabilizer (an antioxidant, an ultraviolet ray absorbent, and a thermal stabilizer, etc.), an anti-electrostatic 
agent and a anti-blocking agent (inorganic particles and organic particles) within a range in which properties are not 

45 deteriorated. As the auxiliary for film-forming, there can be employed the above-exemplified compounds. 

[0285] The thermally-and pressure-sensitive adhesive 3 of the present invention can be employed in the form of the 
absence of solvents, and it can be also employed as a solution of an organic solvent or a water-based composition. 
[0286] The water-based composition can be prepared by usual methods, for example, the methods shown in the item 
of the previously-described thermally-and pressure-sensitive adhesive 2. 

so [0287] Average particle diameter of the solid plasticizer in emulsion in the water-based composition is preferably 0.5- 
20 jim, and more preferably 1-15 jim or so. In the case that the average particle diameter is less than 0.5 jim, it is afraid 
that blocking resistance lowers, and productivity lowers because a long time of period for crushing is required. In the 
case that the average particle diameter exceeds 20 jim. it is afraid that a coating surface becomes roughened, and a 
quality is lowered in a label. 

65 [0288] By coating the thermally-and pressure-sensitive adhesive 3 of the present invention on at least one surface of 
a base material, a pressure-sensitive adhesive layer is formed, and a thermally-and pressure-sensitive adhesive sheet 
(thermally and pressure-sensitive adhesive sheet 1) can be obtained. A method for forming the pressure-sensitive 
adhesive layer and a base material to be employed are identical to the case of the previously-described thermally-and 
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pressure-sensitive adhesive 1. 

[0289] In the thermally- and pressure-sensitive adhesive 3 of the present invention and the thermally- and pressure- 
sensitive adhesive sheet obtained therefrom, an adhesive strength and holding power are excellent and a high water 
resistance is shown by using the polymer of the monomer having a hydrolyzable silyl group. 

s 

[Thermaliy-and pressure-sensitive adhesive 4] 

[0290] The thermally-and pressure-sensitive adhesive 4 of the present invention contains a thermoplastic resin which 
is a binder resin, and a solid plasticizer. 

10 

(Thermoplastic resin) 

[0291] As the thermoplastic resin, there can be employed the thermoplastic resin which is exemplified in the item of 
the previously-described thermoplastic resin composition of the present invention. A preferred thermoplastic resin is 

is also identical to the previously-described ones. 

[0292] The present invention is primarily characterized in that a weight average molecular weight (Mw) in the previ- 
ously<lescribed thermoplastic resin ranges in 100,000-500,000. The weight average molecular weight (Mw) is prefera- 
bly 1 20.000-400.000, and more preferably 1 50,000-300.000 or so. In the case that the weight average molecular weight 
(Mw) is less than 100,000 in the thermoplastic resin, an adhesive strength is lower, and peeling is caused by only plac- 

20 ing and, in the case that the weight average molecular weight (Mw) exceeds 500,000 in the thermoplastic resin, an 
adhesive strength becomes too high, and it becomes incapable of peeling by only hands. 

[0293] The weight average molecular weight in the thermoplastic resin can be adjusted by, for example, the addition 
of a chain transfer agent. As the chain transfer agent, there can be exemplified, for example, an alcohol such as cate- 
chol or phenols, thiols, and mercaptans (for example, n-lauryl mercaptan, n-dodecyl mercaptan, and t-dodecyl mer- 

25 captan, etc.), etc. Further, the weight average molecular weight in the thermoplastic resin can be also adjusted by other 
usual methods, for example, by appropriately selecting reaction conditions such as the amount of a polymerization ini- 
tiator, reaction temperature, reaction time of period, and a method for feeding monomers, etc. in polymerization. 
[0294] Glass transition temperature (Tg) in the thermoplastic resin can be appropriately selected in consideration of 
the kind of materials to be stuck within a range in which there are not deteriorated an adhesive property and an anti- 

so blocking property in the case that a pressure-sensitive adhesive sheet is prepared. It is usually -10 to 70°C or so, pref- 
erably -5 to 50°C. and more preferably 0 to 40°C or so. In the case that the glass transition tenperature is less than - 
10°C, blocking is apt to be caused in the case that a pressure-sensitive adhesive sheet is prepared and, in the case of 
exceeding 70°C, an adhesive property is apt to be lowered. 

[0295] In the thermally-and pressure-sensitive adhesive 4 of the present invention, the content of the thermoplastic 
35 resin is, for example, 15-200 parts by weight, preferably 18-150 parts by weight and more preferably 20-100 parts by 
weight or so based on 100 parts by weight of the solid plasticizer. In the case that the content of the thermoplastic resin 
is less than 15 parts by weight, a cohesive force lowers, resulting in that a sufficient adhesive strength is not occasion- 
ally produced and, in the case of more than 200 parts by weight, a sufficient adhesive power is not occasionally pro- 
duced in heating. 

40 [0296] A method for preparing the thermoplastic resin is not particularly limited, and there can be employed usual 
methods, for example, a solution polymerization, an emulsion polymerization, a suspension polymerization, and a bulk 
polymerization, eta It is to be noted that a polymerization may be any one of a batchwise or continuous style. The ther- 
moplastic resin is often obtained in a mode of a water-based mixture such as a water-based emulsion. 
[0297] Average particle diameter of the thermoplastic resin in the water-based emulsion is, for example, 0.01-2 \im, 

45 and preferably 0.01-5 \ur\ or so. As a method for obtaining the previously-described thermoplastic resin as a water- 
based emulsion, there are enumerated, for example, a method in which a polymer obtained by a solution polymeriza- 
tion, eta is emulsified and dispersed using an emulsifier and a method in which monomers are subjected to an emul- 
sion polymerization. 

[0298] A method for the solution polymerization, a method for emulsifying the polymer obtained in the solution polym- 
50 erization, and the emulsion polymerization method are identical to the case in the previously-described thermally-and 
pressure-sensitive adhesive 3 of the present invention. 

(Solid plasticizer, etc.) 

65 [0299] As the solid plasticizer to be employed in the present invention, if it is melted by heating and it can produce a 
pressure-sensitive adhesive property by plasticizing the thermoplastic resin, it can be employed and, usually, dicy- 
clohexyl phthalate is often employed. As the solid plasticizer to be employed, there can be employed the same solid 
plasticizer as in the previously-described thermoplastic resin composition of the present invention. The solid plasticizer 
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may be employed solely or In combination of two or more kinds. 

[0300] The thermally-and pressure-sensitive adhesive 4 of the present invention may optionally contain a tackifier. As 
the tackifier to be employed, there can be employed the same ones as exemplified in the item of the previously- 
described thermoplastic resin composition of the present invention. The tackifier may be employed solely or in combi- 
5 nation of two or more kinds. The content of the tackifier is not particularly limited, and it can be appropriately selected 
according to a combination of the thermoplastic resin with the solid plasticizer. Usually, it is 3-200 parts by weight pref- 
erably 5-100 parts by weight based on 100 parts by weight of the solid plasticizer. 

[0301] In the thermally-and pressure-sensitive adhesive 4 of the present invention, in addition to the tackifier, there 
may be added, for example, an auxiliary for film-forming, a defoaming agent, a coatability improving agent, a thickener, 

io a lubricant a stabilizer (an antioxidant, an ultraviolet ray absorbent, and a thermal stabilizer, etc.), an anti-electrostatic 
agent, and a anti-blocking agent (inorganic particles and organic particles) within a range in which properties are not 
deteriorated. As the auxiliary for film-forming, there can be employed the previously-exemplified compounds. 
[0302] The thermally-and pressure-sensitive adhesive 4 of the present invention can be employed in the form of the 
absence of solvents, and it can be also employed as a solution of an organic solvent or a water-based composition. 

is [0303] The water-based composition can be prepared by usual methods, for example, the methods shown in the item 
of the previously-described thermally and pressure-sensitive adhesive 2. 

[0304] It is to be noted that a dispersant for dispersing the thermoplastic resin is not particularly limited, and there can 
be employed any one of an anion-based and nonion-based dispersant which are conventionally publicly-known. As the 
anion-based dispersant there can be enumerated carboxylates. sulphates, sulphonates, and phosphates, etc., and a 
so carboxylic ammonium salt is preferred. As the nonion-based dispersant, there can be enumerated a polyethyleneglycol 
type one and a polyvalent alcohol type one, eta 

[0305] Average particle diameter of the solid plasticizer in emulsion in the water-based composition is preferably 0.5- 
20 y.m, and more preferably 1-15 \im or so. In the case that the average particle diameter is less than 0.5 jim, it is afraid 
that blocking resistance lowers, and productivity lowers because a long time of period for crushing is required. In the 
2s case that the average particle diameter exceeds 20 ym. it is afraid that a coating surface becomes roughened, and a 
quality is lowered in a label. 

[0306] By coating the thermally-and pressure-sensitive adhesive 4 of the present invention on at least one surface of 
a base material, a pressure-sensitive adhesive layer is formed, and a thermally-and pressure-sensitive adhesive sheet 
(thermally- and pressure-sensitive adhesive sheet 1) can be obtained. A method for forming the pressure-sensitive 
30 adhesive layer and a base material to be employed are identical to the case of the previously-described thermally-and 
pressure-sensitive adhesive 1. 

[0307] In the thermally- and pressure-sensitive adhesive 4 of the present invention and the thermally- and pressure- 
sensitive adhesive sheet obtained therefrom, since the weight average molecular weight in the thermoplastic resin 
ranges in a specified scope, if the sheet is stuck to a material to be stuck, a practically sufficient adhesive strength can 
35 be obtained and. moreover, the sheet can be readily stripped and removed by hands without using boiled water, steam, 
and a water-soluble solvent 

[0308] For that reason, it can be preferably employed for bottles for beer which are repeatedly used by recollecting 
and PET bottles which are recycled as a resource. 

40 [Thermally-and pressure-sensitive adhesive 5] 

[0309] The water-based thermally- and pressure-sensitive adhesive (thermally- and pressure-sensitive adhesive 5) 
of the present invention contains a thermoplastic resin, a tackifier, and a solid plasticizer, and it is characterized in that 
a decline of a melting point is less than 3°C in the solid plasticizer in the thermally-and pressure-sensitive adhesive layer 
45 which is formed by heating the previously-described water-based thermally-and pressure-sensitive adhesive at 40°C 
for 2 minutes on a base material sheet compared to a melting point of the solid plasticizer. 

[031 0] It is to be noted that "the melting point of the solid plasticizer in the thermally- and pressure-sensitive adhesive 
layer" means a melting point of the solid plasticizer alone which is measured from an absorption peak in a differential 
scanning calorimetric analysis. As described above, capability of measuring the melting point of the solid plasticizer 
so alone in the thermally-and pressure-sensitive adhesive layer depends upon that the solid plasticizer is not misdble with 
other components in the thermally-and pressure-sensitive adhesive sheet which is obtained by drying after coating the 
water-based thermally- and pressure-sensitive adhesive of the present invention on at least one surface of a base 
material, and the solid plasticizer exists as fine particles. 

[0311] As the thermoplastic resin to be employed as a binder resin in the present invention, there can be employed 
ss the thermoplastic resin exemplified in the item of the previously-described thermoplastic resin composition of the 
present invention. The thermoplastic resin may be employed in combination of two or more kinds. Of the previously- 
described thermoplastic resin, an acrylic-based polymer is preferred from a viewpoint that the decline of a melting point 
is less than 3°C in the solid plasticizer in the thermally-and pressure-sensitive adhesive layer. 
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[031 2] As described hereinabove, it is considered that the solid plasticizer in the present invention is not almost rrts- 
cibie with the thermoplastic resin and tackifier, and it is dispersed as fine particles in the thermally-and pressure-sensi- 
tive adhesive layer. 

[0313] The solid plasticizer of a particle state becomes misdWe with the thermoplastic resin and tackifier by heating 
s the thermally-and pressure-sensitive adhesive layer, and tackiness is produced by melting thereof. As such the solid 
plasticizer, usually, dicyclohexyl phthalate is often employed. As other solid plasticizers to be employed, there are exem- 
plified the same solid plasticizers as employed in the previously-described thermoplastic resin composition of the 
present invention. The solid plasticizer may be employed solely or in combination of two or more kinds. 
[0314] The content of the solid plasticizer is decided so that a decline of a melting point becomes less than 3°C in the 
io solid plasticizer in the thermally- and pressure-sensitive adhesive layer, and it is usually 30-1,000 parts by weight or so, 
and preferably 1 00- 1 ,000 parts by weight or so based on 1 00 parts by weight of the thermoplastic resin. More prefera- 
bly, it is 150-900 parts by weight, and particularly, ft is 200-800 parts by weight 

[031 5] In the case that the content of the solid plasticizer is less than 30 parts by weight a sufficient pressure sensitive 
adhesive property is not occasionally produced in heating and, in the case of more than 1 ,000 parts by weight a cohe- 

is sive force lowers, and a sufficient adhesive strength is not occasionally produced. 

[0316] As the tackifier to be employed in the present invention, there are employed the same tackifier exemplified in 
the item of the previously-described thermoplastic resin composition of the present invention. The tackifier may be also 
employed in combination of two or more kinds. The content of the tackifier is not particularly limited, and it is decided 
so that a decline of a melting point becomes less than 3°C in the solid plasticizer in the thermally- and pressure-sensi- 

20 tive adhesive layer. It can be appropriately selected according to the combination of the thermoplastic resin with the 
solid plasticizer. In general, the content of the tackifier is 10-600 parts by weight or so, and preferably 20-500 parts by 
weight or so based on 100 parts by weight of the thermoplastic resin. 

[0317] In the thermally-and pressure-sensitive adhesive 5 of the present invention, in addition to the tackifier, there 
may be added, for example, an auxiliary for film-forming, a defoaming agent, a coatability improving agent, a thickener. 

25 a lubricant, a stabilizer (an antioxidant, an ultraviolet ray absorbent, and a thermal stabilizer, etc.), an anti-electrostatic 
agent, and an anti-blocking agent (inorganic particles and organic particles) within a range in which properties are not 
deteriorated. As the auxiliary for film-forming, there can be employed the previously-exemplified compounds. 
[031 8] The water-based thermally-and pressure-sensitive adhesive (a water-based composition) of the present inven- 
tion can be prepared according to usual methods, for example, the methods for the preparation of the water-based com- 

30 position shown in the item of the thermoplastic resin composition of the present invention. Further, a dispersant to be 
employed at that time can be employed the dispersant exemplified in the same item. 

[031 9] Average particle diameter of the solid plasticizer in emulsion (a water-based composition) in the water-based 
emulsion ranges in preferably 1-10 ^m from a viewpoint that the decline of a melting point is less them 3°C in the solid 
plasticizer in the thermally-and pressure-sensitive adhesive layer. In the case that the average particle diameter is less 
35 than 1 jim, the difference of a melting point is apt to become not less than 3°C, and an anti-blocking property becomes 
poor in the thermally- and pressure-sensitive adhesive sheet obtained. Further, it is afraid that productivity lowers 
because of requiring a long time of period for crushing the solid plasticizer. In the case that the average particle diam- 
eter exceeds 10 pm, a coating surface becomes roughened, and quality lowers in a label. 

[0320] By coating the thermally-and pressure-sensitive adhesive 5 of the present invention on at least one surface of 
40 a base material, a pressure-sensitive adhesive layer is formed, and a thermally-and pressure-sensitive adhesive sheet 
(thermally- and pressure-sensitive adhesive sheet 1) can be obtained. A method for forming the pressure-sensitive 
adhesive layer and a base material to be employed are identical to the case of the previously-described thermally-and 
pressure-sensitive adhesive 1. 

[0321 ] As described hereinabove, in the water-based thermally- and pressure-sensitive adhesive of the present inven- 
46 tion, the difference of a melting point is adjusted so as to become less than 3°C in the solid plasticizer in the thermally- 
and pressure-sensitive adhesive layer which is formed by heating the thermally-and pressure-sensitive adhesive on a 
base sheet at 40°C for 2 minutes. In the case that the difference of a melting point is not less than 3°C, an anti-blocking 
property becomes poor in the thermally- and pressure-sensitive adhesive sheet and sheets themselves are unprefer- 
ably stuck each other in storage at a high temperature. It is to be noted that it is considered that as described herein- 
60 above, such the decline in a melting point is caused because of a state in which a surface portion of the solid plasticizer 
which exists as particles in the thermally- and pressure-sensitive adhesive becomes miscible with the thermoplastic 
resin and the solid plasticizer which exist around the surface portion. 

[0322] The above-described level of a decline in a melting point can be controlled by selecting the kind and the 
amount of the thermoplastic resin, the kind and the amount of the solid plasticizer, the kind and the amount of the tack- 
65 if ier, and the combination and amount ratio of the thermoplastic resin with the solid plasticizer, etc. 

[0323] In the thermally- and pressure-sensitive adhesive sheet obtained by the thermally- and pressure-sensitive 
adhesive of the present invention, since the decline of a melting point is set up in less than 3°C in the solid plasticizer 
in the thermally- and pressure-sensitive adhesive layer, the thermoplastic resin is not plasticized by melting of the solid 
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plasticizer even at a relatively high storage temperature in the summer season and, accordingly, tackiness is not fin- 
ished to be produced thereby. 

[0324] Accordingly there can be provided a thermally- and pressure-sensitive adhesive sheet having an excellent 
anti-blocking property by the present invention. 

5 

[Thermally- and pressure-sensitive adhesive sheet 2] 

[0325] The thermally- and pressure-sensitive adhesive sheet 2 of the present invention is obtained by forming the 
thermally- and pressure-sensitive adhesive layer containing a thermoplastic resin, a tackifier, and a solid plasticizer on 
10 at least one surface of a base material sheet and it is characterized in that an adhesive strength when being stuck to 
a body to be stuck after producing tackiness by heating the thermally- and pressure-sensitive adhesive sheet is from 
100 gf/25mm to 600 gf/25mm at a period of 6 months-lapse. 

[0326] Herein, the adhesive strength is shown by "gf/25mm\ and it means a tensile force represented by the unit of 
gram which requires for stripping the thermally- and pressure-sensitive adhesive sheet having the width of 25 mm stuck 

is by loading the weight of 2 kg from a body to be stuck at a tensile speed of 300 mm/minute and a stripping angle of 1 80°. 
[0327] As the thermoplastic resin to be employed as a binder resin in the present invention, there can be employed 
the thermoplastic resin exemplified in the item of the previously-described thermoplastic resin composition of the 
present invention. The thermoplastic resin may be employed in combination of two or more kinds. Of the previously- 
described thermoplastic resin, an acrylic-based polymer is preferred from a viewpoint that an adhesive strength 

20 becomes from 100 gf/25mm to 600 gf/25mm at a period of 6 months-lapse after sticking of a thermally- and pressure- 
sensitive adhesive sheet. 

[0328] As the solid plasticizer to be employed in the present invention, it is melted by heating and it can produce tack- 
iness by plasticizing the thermoplastic resin and, usually, dicyclohexyt phthalate is often employed. As the solid plasti- 
cizer to be employed, there can be employed the same solid plasticizer as in the previously-described thermoplastic 
25 resin composition of the present invention. The solid plasticizer may be employed solely or in combination of two or 
more kinds. 

[0329] The content of the solid plasticizer is decided so that an adhesive strength after sticking the thermally- and 
pressure-sensitive adhesive sheet is from 100 gf/25mm to 600 gf/25mm at a period of 6 months-lapse, and it is usually 
30-1 ,000 parts by weight or so, and preferably 1 00-1 ,000 parts by weight or so based on 1 00 parts by weight of the ther- 
30 moplastic resin. More preferably, it is 1 50-900 parts by weight, and particularly, it is 200-800 parts by weight. In the case 
that the content of the solid plasticizer is less than 30 parts by weight, sufficient tackiness is not occasionally produced 
in heating and, in the case of more than 1,000 parts by weight, a cohesive force lowers, and a sufficient adhesive 
strength is not occasionally produced. 

[0330] In the present invention, the thermally- and pressure-sensitive adhesive layer by which the thermally- and pres- 

36 sure-sensitive adhesive sheet 2 is constructed contains a tackifier. 

[0331] As the tackifier to be employed, there are employed, for example, the same tackifier exemplified in the item of 
the previously-described thermoplastic resin composition of the present invention. The tackifier may be also employed 
in combination of two or more kinds. The content of the tackifier is not particularly limited, and it is decided so that an 
adhesive strength after sticking the thermally- and pressure-sensitive adhesive sheet is from 100 gf/25mm to 600 

40 gf/25mm at a period of 6 months-lapse. It can be appropriately selected according to the combination of the thermo- 
plastic resin with the solid plasticizer. 

[0332] In general, the content of the tackifier is 10-600 parts by weight or so, and preferably 20-500 parts by weight 
or so based on 100 parts by weight of the thermoplastic resin. 

[0333] In the thermally- and pressure-sensitive adhesive layer which constructs the thermally- and pressure-sensitive 
45 adhesive sheet 2 of the present invention, in addition to the tackifier, there may be added, for example, an auxiliary for 
film-forming, a defoaming agent, an agent for improving coatability, a thickener, a lubricant, a stabilizer (an antioxidant, 
an ultraviolet ray absorbent and a thermal stabilizer, etc.), an anti-electrostatic agent, and a anti-blocking agent (inor- 
ganic particles and organic particles) within a range in which properties are not deteriorated. 
[0334] As the auxiliary for film-forming, there can be employed the previously-exemplified compounds. 
so [0335] The thermally- and pressure-sensitive adhesive sheet 2 of the present invention can be obtained by. for exam- 
ple, coating a water-based dispersion in which components (the thermoplastic resin, etc.) constructing the above- 
described thermally- and pressure-sensitive adhesive layer are dispersed in water using a dispersant onto a base 
sheet, followed by being dried. The dispersant to be employed for preparing the water-based dispersion is not particu- 
larly limited and, for example, there can be employed the dispersant employed in the method for the preparation of the 
ss water-based composition shown in the item of the previously-described thermoplastic resin composition of the present 
invention. As a method for dispersing into water, there can be also employed the method shown in the same item. 
[0336] Average particle diameter of the solid plasticizer in emulsion in the water-based dispersion is preferably 0.5- 
20 jim, and more preferably 1-15 pm or so. In the case that the average particle diameter is less than 0.5 Jim, it is afraid 
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that a blocking is occasionally caused which is a phenomenon sticking each other when the thermally- and pressure- 
sensitive adhesive sheet is stored at a high temperature, and productivity lowers because a long time of period for 
crushing of the solid plasticizer is required. In the case that the average particle diameter exceeds 20 jim, it is afraid 
that a coating surface becomes roughened, and a quality is lowered in a label. 
5 [0337] The thermally- and pressure-sensitive adhesive layer in the thermally- and pressure-sensitive adhesive sheet 
2 of the present invention can be formed by coating the thermally- and pressure-sensitive adhesive on at least one sur- 
face of a base material. 

[0338] A method for forming the thermally- and pressure-sensitive adhesive layer, and the base material to be 
employed are the same as in the case of the previously-described thermally- and pressure-sensitive adhesive 1. 

10 [0339] As described hereinabove, in the thermally- and pressure-sensitive adhesive sheet 2 of the present invention, 
there is formed the thermally- and pressure-sensitive adhesive layer containing a thermoplastic resin, a tackif ier, and a 
solid plasticizer on at least one surface of a base material sheet, and an adhesive force is controlled so that an adhesive 
strength when being stuck to a body to be stuck after manifestation of tackiness by heating the thermally- and pressure- 
sensitive adhesive sheet is from 100 gf/25mm to 600 gf/25mm at a period of 6 months-lapse. In the case that the adhe- 

is sive force at a period of 6 months-lapse from sticking is less than 1 00 gf/25mm, there is unpref erably caused a problem 
that the thermally- and pressure-sensitive adhesive sheet is peeled until glass bottles and PET bottles are exhibited in 
a shop window or during being exhibited. Further, in the case that the adhesive force at a period of 6 months-lapse from 
sticking exceeds 600 gf/25mm, it is not possible to strip the sheet, resulting in that there are obstructed the reuse of the 
bottles and recycling of the PET bottles. It is to be noted that a reason that a judgement on an adhesive force is given 

20 at the period of 6 months after sticking depends upon that contents filled up in the bottles and the PET bottles are 
almost consumed at the period. 

[0340] The adhesive force can be controlled by selecting the kind and the amount of the thermoplastic resin, the kind 
and the amount of the solid plasticizer, the kind and the amount of the tackifier, and the combination and amount ratio 
of the thermoplastic resin with the solid plasticizer, etc. 
25 [0341 ] In the case that the thermally- and pressure-sensitive adhesive sheet 2 of the present invention is stuck on a 
body to be stuck after manifestation of tackiness by heating, since it has the adhesive force ranging in 100 gf/25mm to 
600 gf/25mm at a period of 6 months-lapse after sticking, it can be readily stripped. 

[0342] Moreover, the sheet can be readily stripped and removed without using boiled water, steam, and a water-sol- 
uble solvent, and it can be preferably employed for bottles for beer which are repeatedly used and for PET bottles which 
30 are recycled as a resource. 

[Thermally-and pressure-sensitive adhesive sheet 3] 

[0343] The thermally- and pressure-sensitive adhesive sheet 3 of the present invention is obtained by forming the 
35 thermally- and pressure-sensitive adhesive layer containing a thermoplastic resin, a tackifier, and a solid plasticizer on 
at least one surface of a base material sheet and it is characterized in that a coating amount of the thermally- and pres- 
sure-sensitive adhesive is less than 5 g/m 2 and an adhesive strength when being stuck to a body to be stuck after man- 
ifestation of tackiness by heating the thermally-and pressure-sensitive adhesive sheet is not less than 100 gf/25mm. 
[0344] Herein, the adhesive strength is shown by "gf/25mm", and it means a tensile force represented by the unit of 
40 gram which requires for stripping the thermally- and pressure-sensitive adhesive sheet having the width of 25mm stuck 
by loading the weight of 2 kg from a body to be stuck at a tensile speed of 300 mm/minute and a stripping angle of 1 80°. 
[0345] As the thermoplastic resin employed as a binder resin in the present invention, there can be employed the ther- 
moplastic resin exemplified in the item of the previously-described thermoplastic resin composition of the present inven- 
tion. The thermoplastic resin may be employed in combination of two or more kinds. Of the previously-described 
46 thermoplastic resin, an acrylic-based polymer is preferred from a viewpoint that a coating amount of the thermally-and 
pressure-sensitive adhesive is less than 5 g/m 2 , and an adhesive strength when being stuck to a body to be stuck after 
manifestation of tackiness by heating the thermally- and pressure-sensitive adhesive sheet is not less than 100 
gf/25mm. 

[0346] As the solid plasticizer to be employed in the present invention, it is melted by heating and it can generate a 
so pressure-sensitive adhesive property by piasticizing the thermoplastic resin, it can be employed and, usually, dicy- 
clohexyl phthaiate is often employed. As the solid plasticizer to be employed, there can be employed the same solid 
plasticizer as in the previously-described thermoplastic resin composition of the present invention. The solid plasticizer 
may be employed solely or in combination of two or more kinds. 

[0347] The content of the solid plasticizer is decided so that a coating amount of the thermally- and pressure-sensitive 
65 adhesive is less than 5 g/m 2 , and an adhesive strength when being stuck to a body to be stuck after manifestation of 
tackiness by heating the thermally- and pressure-sensitive adhesive sheet is not less than 100 gf/25mm, and it is usu- 
ally 30-1 ,000 parts by weight or so, and preferably 100-1 ,000 parts by weight or so based on 100 parts by weight of the 
thermoplastic resin. More preferably, it is 150-900 parts by weight and particularly, it is 200-800 parts by weight 
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[0348] In the case that the content of the solid piasticizer Is less than 30 parts by weight, sufficient tackiness is not 
occasionally produced in heating and, in the case of more than 1,000 parts by weight a cohesive force lowers, and a 
sufficient adhesive strength Is not occasionally produced. 

[0349] In the thermally- and pressure-sensitive adhesive layer by which the thermally- and pressure-sensitive adhe- 
5 srve sheet 3 is constructed in the present invention, a tacWf ier is contained. As the tadcf ier to be employed, there can 
be employed, for example, ones exemplified in the item of the previously-described thermoplastic resin composition of 
the present invention. The tacWf ier may be employed in combination of two or more kinds. The content of the tacWfier 
is not particularly limited, and it is decided so that a coating amount of the thermally- and pressure-sensitive adhesive 
is less than 5 g/m 2 , and an adhesive strength when being stuck to a body to be stuck after manifestation of by heating 
to the thermally- and pressure-sensitive adhesive sheet becomes not less than 100 gf/25mm. It can be selected by appro- 
priately selecting corresponding to the combination of the thermoplastic resin with the solid piasticizer. 
[0350] In general, it is 10-600 parts by weight or so, and preferably 20-500 parts by weight or so based on 100 parts 
by weight of the thermoplastic resin. 

[0351] In the thermally- and pressure-sensitive adhesive layer which constructs the thermally- and pressure-sensitive 

15 adhesive sheet 3 of the present invention, in addition to the tacWf ier, there may be added, for example, an auxiliary for 
film-forming, a defoaming agent, an agent for improving coatability, a thickener, a lubricant, a stabilizer (an antioxidant, 
an ultraviolet ray absorbent, and a thermal stabilizer, etc.), an anti-electrostatic agent and a anti-blocking agent (inor- 
ganic particles and organic particles) within a range in which properties are not deteriorated. 
[0352] As the film-forming auxiliary, there can be employed the previously-exemplified compounds. 

20 [0353] The thermally-and pressure-sensitive adhesive sheet 3 of the present invention can be obtained by, for exam- 
ple, coating a water-based dispersion in which components (the thermoplastic resin, etc.) constructing the previously- 
described thermally- and pressure-sensitive adhesive layer are dispersed in water using a dispersant onto a base 
sheet, followed by being dried. The dispersant to be employed for preparing the water-based dispersion is not particu- 
larly limited and, for example, there can be employed the dispersant employed in the method for the preparation of the 

25 water-based composition shown in the item of the previously-described thermoplastic resin composition of the present 
invention. As a method for dispersing into water, there can be also employed the method shown in the same item. 
[0354] Average particle diameter of the solid piasticizer in the water-based dispersion is preferably 0.5-20 Jim. and 
more preferably 1 - 1 5 ^im or so. In the case that the average particle diameter is less than 0.5 *im. it is afraid that a block- 
ing is occasionally caused, and productivity lowers because a long time of period for crushing of the solid piasticizer is 

30 required. In the case that the average particle diameter exceeds 20 fim, it is afraid that a coating surface becomess 
roughened, and a quality is lowered in a label. 

[0355] The thermally- and pressure-sensitive adhesive layer in the thermally- and pressure-sensitive adhesive sheet 
3 of the present invention can be formed by coating a thermally- and pressure-sensitive adhesive on at least one sur- 
face of a base material. A method for forming the pressure-sensitive adhesive layer, and the base material to be 

35 employed are the same as in the case of the previously-described thermally- and pressure-sensitive adhesive 1 . 

[0356] As described hereinabove, in the thermally- and pressure-sensitive adhesive sheet 3 of the present invention, 
there is formed the thermally- and pressure-sensitive adhesive layer containing a thermoplastic resin, a tackif ier, and a 
solid piasticizer on at least one surface of a base material sheet, and an adhesive force is controlled so that a coating 
amount of the thermally- and pressure-sensitive adhesive is less than 5 g/m 2 , and an adhesive strength when being 

40 stuck to a body to be stuck after manifestation of tackiness in the sheet becomes not less than 1 00 gf/25mm. In the case 
that the coating amount of the thermally- and pressure-sensitive adhesive is not less than 5 g/m 2 , a long time is required 
for drying, and a coating speed cannot become unpreferably increased. Further, a lower limit of a coating amount of the 
thermally- and pressure-sensitive adhesive, as described hereinafter, if an adhesive strength when being stuck to a 
body to be stuck after manifestation of tackiness by heating the thermally-and pressure-sensitive adhesive sheet is not 

45 less than 100 gf/25mm, is not particularly limited. In general, it is not less than 2 g/m 2 . 

[0357] Still further, in the case that the adhesive strength when being stuck to a body to be stuck after manifestation 
of tackiness by heating the thermally- and pressure-sensitive adhesive sheet is less than 100 gf/25mm, the pressure- 
sensitive adhesive sheet is apt to become readily peeled and, particularly, in the case that the adhesive strength at 5 
minutes-lapse after sticking is less than 100 gt/25mm, the thermally- and pressure-sensitive adhesive sheet is unpref- 

so erably apt to become peeled in a stage for filling into bottles and PET bottles and a stage for wrapping thereof. 

[0358] When tackiness is produced by heating the thermally- and pressure-sensitive adhesive sheet, a maximum limit 
of the adhesive strength is not particularly limited if the coating amount of the thermally- and pressure-sensitive adhe- 
sive is less than 5 g/m 2 as described hereinabove, and it is preferred in less than 600 gf/25mm from a viewpoint of being 
capable of stripping in future days. 

55 [0359] The adhesive strength can be controlled by selecting the kind and the amount of the thermoplastic resin, the 
kind and the amount of the solid piasticizer, the kind and the amount of the tackifier, and the combination and amount 
ratio of the thermoplastic resin with the solid piasticizer, etc. 

[0360] In the thermally- and pressure-sensitive adhesive sheet 3 of the present invention, since the crating amount 



43 



0909162A1 I > 



EP0 989162A1 



of the thermally-and pressure-sensitive adhesive is less than 5 g/m 2 , and an adhesive strength when being stuck to a 
body to be stuck after manifestation of tackiness by heating the thermally- and pressure-sensitive adhesive sheet is not 
less than 100 gf/25mm, a sufficient adhesive force can be produced even though in a small coating amount, and the 
sheet can be prepared by a gravure printing. Further, in the thermally- and pressure-sensitive adhesive sheet in which 
5 the adhesive strength when being stuck to a body to be stuck at 5 minutes-lapse after manifestation of tackiness by 
heating the thermally- and pressure-sensitive adhesive sheet is less than 100 gf/25mm, since a sufficient adhesive 
force can be produced even immediately after being stuck to a body to be stuck, peeling of the thermally- and pressure- 
sensitive adhesive sheet is not observed, and it can contribute to stability in a preparation line of a product in which the 
thermally- and pressure-sensitive adhesive sheet is stuck. 

10 

[Recording sheet 1] 

[0361] In the recording sheet 1 of the present invention, there is formed an ink absorbing layer which is constructed 
by an acrylic-based polymer containing 5-50% by mol of a hydrophilic monomer which is a constructing monomer and 

is a solid plastidzer on at least one surface of a base material. 

[0362] The base material is not particularly limited, for example, there are enumerated paper, coated paper, nonwo- 
ven fabrics, and a plastic film. etc. As a polymer which constructs plastic film, there are enumerated, for example, a 
polyolefin such as a polyethylene and polyethylene, an ethylene-vinyl acetate copolymer, a polyvinyl chloride, a polyvi- 
nyl chloride-vinyl acetate copolymer, a poly(meth)acrylate, a polystyrene, a polyvinyl alcohol, an ethylene-vinyl alcohol 

20 copolymer, a cellulose derivative such as a cellulose acetate, a polyester (a polyalkyiene terephthalate such as a poly- 
ethylene terephthaiate and a poiybutylene terephthalate; a polyalkyiene naphthalate such as a polyethylene naphtha- 
late and a poiybutylene naphthalate), a polycarbonate, a polyamide (a polyamide 6, a polyamide 6/6, a polyamide 6/10. 
and a polyamide 6/12, etc.), a polyester amide, a polyether, a polyimide, a poiyamideimide. and a polyetherester. etc., 
a copolymer thereof, a blended product thereof, and a crossiinked product thereof may be also errployed. Of the films. 

25 there are usually employed the polyolefin (particularly, a polypropylene), the polyester (particularly, a polyethylene 
terephthalate). and the polyamide. etc., and the polyester is particularly preferred in view of mechanical strength and 
workability, etc. In the plastic films, there may also be optionally added an anti-oxidant, an ultraviolet ray absorbent a 
thermal stabilizer, a lubricant, and pigments which are a common additive. 

[0363] In order to improve an adhesive ability with the ink absorbing layer, the base material may be modified by a 
30 surface treatment such as a corona discharge or an under coating and, in order to prevent curling, a layer for preventing 
curling such as a resin layer and a pigment layer may be formed on bade surface of the base material. The base mate- 
rial may be optionally translucent semi-transparent or transparent depending upon uses. Thickness of the base mate- 
rial can be selected depending upon uses and. it is usually 5-500 jim. preferably 10-300 *im or so. 
[0364] In the present invention, it is an important characteristic that the ink absorbing layer is constructed by an 
35 acrylic-based polymer containing 5-50% by weight of a hydrophilic monomer which is a constructing monomer, and a 
solid plasticizer. 

[0365] As the hydrophilic monomer, there are exemplified, for example, a monomer having carboxylic group [for exam- 
ple, a monomer having a free carboxylic group or an acid anhydride group such as (meth)acrylic acid, itaconic acid, 
maleic acid, mateic anhydride, fumaric acid, and crotonic acid, and a salt thereof (an alkali metal salt an alkali earth 

40 metal salt, an ammonium salt, and an amine salt, etc.)]. a half ester of an unsaturated polyvalent carboxylic acid or an 
anhydride thereof with a linear chain or branched chain alcohol having a carbon number of 1-20 or so [for example, 
monomethyl maleate, monoethyl maleate, monobutyl maleate, monooctyf maleate, and mono-2-ethylhexyl maleate, 
etc.], a monomer having hydroxy! group [for example, a hydroxy-C2_ 6 alkyi (meth)acrylate such as 2-hydroxye- 
thyl(meth)acrylate, 2-hydroxypropyl(meth)acrylate, 3-hydroxypropyl(meth)acrylate. and 4-hydroxybutyl(meth)acrylate, 

46 etc.], a monomer having an amide group [for example, (meth)acrylamide, a-ethyl(meth)acrylamide, N-methyl(meth)acr- 
ylamide, N-butoxymethyl(meth)acrylamide. and diacetone(meth)acrylamide, etc.], a monomer having a sulfonic acid 
group [for example, styrene sulfonic acid and vinyl sulfonic acid, etc.], a monomer having an ether group [for example, 
vinyl ethers such as vinylmethyl ether, vinyl ethyl ether, and vinylisopropyl ether], and a monomer having a polyoxy- 
alkylene group [for example, diethyleneglycol mono(meth)acrylate, triethyleneglycol mono(meth)acrylate, and a poiy- 

so ethyleneglycd mono(meth)acrylate, etc.], etc. The hydrophilic monomer may be employed solely or in combination of 
two or more kinds. 

[0366] A preferred hydrophilic monomer includes the monomer having carboxylic grotp [(meth)acrylic acid, etc.], the 
monomer having hydroxy! group [2-hydroxyethyl(meth)acrylate and hydroxypropyl(meth)acrylate, etc.], the monomer 
having a polyoxyalkytene unit [for example, diethyleneglycol mono(meth)acrylate, triethyleneglycol mono(meth)acr- 
ss yiate, and a polyethyteneglyool mono(meth)acrylate, etc.]. 

[0367] The acrylic-based polymer, in addition to the above-described hydrophilic monomers, usually contains a non- 
ionic monomer. As the nonionic monomer, there can be exemplified, for example, an alkyl ester [for exanple. a Gj. 
18 aiky!(meth)acryiate such as methyl(meth)acrylate. ethyl(meth)acrylate, propyl(meth)acrylate, isopropyi(meth)acr- 
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yiate. butyl(meth)acrylate. isobutyI(meth)acrylate, t-butyl(meth)acrylate, hexyl(meth)acry!ate, Qctyi(meth)acrylate, 2- 
ethylhexyt(metri)acrylate, tauryl(meth)acrylate. and steary!(meth)acrylale], a cycloalkyl ester [for example, 
cyclohextf (meth)acrylate, etc.], an aryl ester [for example, phenyl(meth)acrylate, etc.], an aralkyl ester [for example. 
benzyl(meth)acrylate, etc.], aromatic vinyls [for example, slyrene, vinyltoluene, and a-methyistyrene, etc.], vinyl esters 
s (for example, vinyl acetate, vinyl propionate, and vinyl versate, etc.), ally! esters (for example, ally! acetate, eta), a mon- 
omer containing halogens (for example, vinylkJene chloride and vinyl chloride, etc.), a vinyl cyanate [for example, 
(meth)acrylonitrile, etc.], and olefins (for example, ethylene and propylene, etc.), etc. The nonionic monomers may be 
employed solely or in combination og two or more kinds. v 

[0368] As the nonionic monomers, there are usually employed a C^^alkyltmethjacrylate [particularly, a C2. 
10 10 alkylacrylate and a C^alkylmethacrylate, etc.], aromatic vinyls [particularly, styrene, eta], and vinyl esters [particu- 
larly, vinyl acetate, etc]. 

[0369] The content of the nonionic monomers in the acrylic-based polymer is, for example, 30-95% by mol or so, and 
preferably 50-95% by mol or so based on total monomers. 

[0370] The acrylic-based polymer may contain other monomers, for example, a cationic monomer and a crosslinkable 
is monomer, etc., within a range in which an ink absorbing property and adhesive property, etc. are not deteriorated 
[0371] The cationic monomer includes, in addition to a variety of monomers having a tertiary amino group or a basic 
group thereof, a group capable of forming a quaternary ammonium basic group or a variety of monomers having a qua- 
ternary ammonium basic group. As the cationic monomer, there are enumerated, for example, a cG-C^alkylamino-C^ 
3 alkyl(meth)acrylamide or a salt thereof [for example. dimethylaminoethyl(meth)acrylamide, cfiethylaminoethyl 
20 (meth)acrylamide, and dimethylaminopropyl(meth)acrylamide, and diethylaminopropyl(meth)a(7ylamde, or a salt 
thereof, etc.], a di-C 1 . 4 aikylamino-C2.3alkyI(meth)acrylate a salt thereof [for example, dimethyl aminoethyl(meth)acr- 
ylate, diethylaminoethyl(meth)acrylate, and diethylaminopropyl (meth)acrylate, or a salt thereof, etc.], a di-Cj. 
4 alkylamino-C2-3alkyl group-substituted aromatic vinyl compound or a salt thereof [for example, 4-{2-dimethylaminoe- 
thyl)styrene and 4-(2-dimethy!aminopropyl)styrene, or a salt thereof, etc.], and a heterocyclic monomer containing nitro- 
ns gen or a salt thereof [for example, vinyl pyridine, vinyl imidazole, and vinyl pyrolidone, or a salt thereof eta], etc. As the 
salts, there can be exemplified a halide salt (a salt of hydrochloric acid and a salt of hydrobromic acid, etc.), a sulphate, 
an aikyl sulphate (methyl sulphate and ethyl sulphate, etc.), an alkyl sulphonate, an aryl sulphonate, and a salt of a car- 
boxytic acid (a saft of acetic acid, eta), eta 

[0372] It is to be noted that the quaternary ammonium base may be formed by allowing to react tertiary amino group 

30 with an aJkylation agent (for example, an organic halogenated compound such as epichlorohydrin, methyl chloride, and 
benzyl chloride). The cationic monomers can be employed solely or in combination of two or more kinds. 
[0373] As the crosslinkable monomer, there can be exemplified a variety of monomers having a self-crosslinkable or 
reactive functional group, for example, a monomer containing an epoxy group [for example, glycidylmethacrylate, meth- 
aliylglyckjyl ether, 1 -alIyloxy-3,4-epoxybutane, 1 -(3-butenyloxy-2,3-epoxypropane, and 4-viny1-1 -cydohaxene-1 ,2-epox- 

35 ide. etc.], a monomer having methylol group or a derivative thereof [for example, N^^alkoxymethyKmethJacrylamide 
such as N-methylol(meth)acrylamide. N-methoxymethyl(meth)acrylamide, and N-txityld(meth)acrylamide, etc.], a 
monomer having a hydrolyzable and condensable group such as a silyl group [for example, vinyltrimethoxy silane. vinyl- 
triethoxy silane, vinyltributoxy silane, vinylmethoxydimethyl silane, vinylethoxydimethyl silane, vinytisobutoxydi methyl 
silane, vinyldimethoxymethyl silane, vinyldiethoxymethyt silane, vinyftris (p-methoxyethoxy)silane f vinyldiphenyl ethox- 

40 ysilane, vinyrtriphenoxysilane, Y-(vinylpherrylaminopropyl) trimethoxy silane, Y-(v' n ytoenzylaminopropyO trimethoxysi- 
lane, ^(vinylphenylaminopropyl) triethoxysilane, y-^nytoenzylaminoprc^yOtriethoxysilane.drvinyldimethoxy^ 
divinyldiethoxysilane, divinyldi(p-methoxyethoxy)silane, vinyldiacetoxymethylsilane, vinyrtriacetoxysilane, vinyl- 
bis(dimethylamino)methylsiiane, vinylmethyldichlorosilane, vinyldimethylchlorosilane, vinyftrichlorosilane, virrylmethyf- 
phenyl chlorosilane, allyrtriethoxy silane, 3-alrylaminopropyl trimethoxysilane, allytdiacetoxymethyl silane, aJlyttriacetoxy 

45 silane, allyfois(dimethylamino)methylsilane, allyimethyldichlorosilane, allyldimethylchlorosilane, allyltrichlorosilane, 
methallylphenyldichlorosilane, p-(meth )acryloxyethyttrimethoxysiiane, p-(meth)acrylaxyethyl triethoxysilane, f 
(meth)acryloxypropyl trimethoxysilane, r(meth)acryloxypropyl triethoxysilane, r(meth)acryloxypropylmethyl dimethox- 
ysilane, r(meth)acryloxypropylmethyl dichlorosilane, and ^(meth)acryloxypropy1tris{p-methylmethoxy)ethoxy)silane], a 
monomer having an aziridinyl group [for example, 2-(1 -aziridinyl)ethyl(meth)acrylate, 2-(1-aziridinyt)propyl (meth)acr- 

so ylate. and 3-(1-aziridinyl)propyl(meth)acrylate, eta], etc. The crosslinkable monomers can be employed solely or in 
combination of two or more kinds. 

[0374] The acrylic-based polymer may be a polymer in which an acrylic-based monomer is a primary constructing 
monomer component 

[0375] Glass transition temperature in the acrylic-based polymer is, for example, -20°C to 70°C or so. In the case that 
56 the glass transition temperature is less than -20°C, an anti-blocking resistance is apt to lower. Further, in the case that 
the glass transition temperature is too high, an adhesive property becomes apt to lower. A weight average molecular 
weight in the acrylic-based polymer is selected from, for example, a range of 0.2 x 10 4 to 100 x 10 4 , preferably, 1 x 10 4 
to 50 x to 4 orsa 
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[0376] The ink-absorbing layer may optionally contain resin components other than tire acrylic-based polymer within 
a range in which an ink-absorbing property, etc. is not deteriorated. As such the resin components, there are enumer- 
ated, for example, a hydrophilic polymer, a common pressure sensitive adhesive resin other than the acrylic-based 
resin, and a binder resin, etc. 

5 [0377] As the above-described hydrophilic polymer, there are enumerated, for example, a hydrophilic natural polymer 
or a derivative thereof (for example, starch, corn starch, sodium alginate, gum arabic. gelatine, casein, and dextrin, 
etc.). a cellulose derivative (for example, a methylcellulose. an ethylceliulose, a hydroxyethylceliulose, a carboxymeth- 
ylceilulose. a cellulose sulphate, and cyanoethylcellulose, etc.). a virryfalcohol-based polymer (for example, a pdyviny- 
iaicohol and an ethyl ene-vinylalcohol copolymer, etc.), an ethyiene-based copolymer (for example, an ethyfene-maleic 

w anhydride copolymer, etc.). a vinyl acetate-based copolymer (for example, a vinyl acetate-(meth)acrylate copolymer 
and a vinyl acetate-allyf ether copolymer, etc.), a polyalkytene oxide (for example, a polyethylene oxide and an ethylene 
oxide-propylene oxide block copolymer, etc.), a polymer having carboxyiic group or sulfonic group and a salt thereof [for 
example, a po!y(meth)acrylic acid or a salt thereof (an alkali metal salt such as an ammonium salt and a sodium salt), 
an acrylic-based copolymer such as a methylmethacrylate-(meth)acrylic acid copolymer and an acrylic acid-vinylalco- 

is hoi copolymer; a vinylether-based copolymer such as a polyvinylmethylether, a polyvinylisobutylether, and a methytvi- 
nyfether-maleic anhydride copolymer; a styrene-based copolymer such as a styrene-maleic anhydride copolymer, a 
styrene-(meth)acrylic acid copolymer, and a sodium polystyrene sulphonate; and a sodium polyvinylsulphonate, etc.], 
a polymer having nitrogen (or a cationic polymer) or a salt thereof (for example, a quaternary ammonium salt such as 
a polyvinylbenzyltrimethyl ammonium chloride and a polydiallyidimethyl ammonium chloride; a hydrochrolate of a poty- 

20 dimethylaminoethyl(meth)acrylate, a polyvinyl pyridine, a polyvinyl imidazole, a polyethylene imine, a polyamide 
polyamine, a poiyacryiamide, and polyvinyl pyrolkJone, etc.), etc. The hydrophilic polymers can be employed solely or 
in combination of two or more kinds. 

[0378] As the previously-described solid plasticizer, there can be employed a variety of compounds, which are solid 
at ordinary temperatures, and which can produce tackiness through plastidzing the previously-described acrylic-based 
2s polymer by thermally melting, for example, the solid plasticizer described in the item of the previously-described ther- 
moplastic resin composition of the present invention. The solid plasticizers may be employed solely or in combination 
of two or more kinda 

[0379] Of the previously-described solid plasticizers, there are preferably employed at least one compound selected 
from the group of three kinds of the previously-described compounds (i) a multi ester compound of (A) (A1) an alcohol 

so having a substituted cyclohexane ring or a substituted cyclohexene ring substituted by at least one of an alkyi group and 
having at least 3 carbons in the alky! group, or (A2) an alcohol having a bridged ring containing at least one of a six- 
membered carbon ring with (B) a pdybasic add, (Ha) a phosphorus compound having a melting point of 55-1 00°C or a 
phosphorus compound represented by the following formulae (1a). (1b), (1c) or (2). and (iiia) a diester compound of (C) 
(c1) hydroquinone or reasorcinol in which benzene ring may be substituted by an alkyi group, or (c2) catechol in which 

35 benzene ring may be substituted by an alkyi group with (D) an organic monobasic add. 

[0380] A preferred multi ester compound includes the previously-described multiester compound of the (A1 1) a sub- 
stituted cydohexand substituted by at least one of an alkyi group and having at least 3 carbons in the substituted group 
or (A21) an alcohol having a bridged ring containing at least one of a six-membered saturated carbon ring to which 
hydroxyl group or hydroxymethyl group connects, with (B) a polybasic add. 

40 [0381 ] The content of the solid plasticizer is 30-1 000 parts by weight, preferably 1 00-1 000 parts by weight and more 
preferably 150-900 parts by weight based on 100 parts by weight of the previously-described acrylic-based polymer. In 
the case that the content of the solid piastidzer is less than 30 parts by weight, suff ident tackiness is not occasionally 
produced in heating and, in the case of more than 1 ,000 parts by weight, a cohesive force lowers, and a sufficient adhe- 
sive strength is not occasionally produced. 

45 [0382] The ink-absorbing layer in the present invention may optionally contain a tackifier. As the tackifier to be 
employed, there can be employed ones exemplified in the item of the previously-described thermoplastic resin compo- 
sition of the present invention. The tackifier may be employed solely or in combination of two or more kinds. 
[0383] The content of the tackifier is not particularly limited, and it can be selected depending upon the combination 
of the acrylic-based polymer with the solid plasticizer. In usual, it is 10-600 parts by weight, and preferably 20-500 parts 

50 by weight or so based on 100 parts by weight of the acrylic-based polymer. 

[0384] In the ink-absorbing layer, in order to improve a f ixing ability of a coloring agent (a dye), there may be added 
a binder for a dye, particularly, a polymeric binder for a dye. The binder for a dye (the polymeric binder for a dye) usually 
contain a cationic group (particularly, a strong cationic group such as guanidyl group and a quaternary ammonium salt 
type group) in the molecule. The binder for a dye may be water-soluble. 

65 [0385] As the binder for a dye, there can be exemplified a dicyan-based binder (a dicyandiamide-for malin polycond en- 
sate, etc.), a polyamine-based binder [an aliphatic polyamine such as diethylenetriamine, triethyf enetetramine, dipropyl- 
enetriamine, and a polyallylamine, an aromatic polyamine such as phenylenediamine, a condensate of dicyandiamide 
with a (poIy)C2-4aIkylenepoIyamine (a dicyandiamide-diethylenetriamine polycondensate, etc.)], and a polycation- 
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based binder, eta As the polycation-based binder, there can be exemplified, for example, epichlorohydrin-di-C^ 
4 a!kylamine addition polymer (a epichlorohydrin-dimethylamine addition polymer, etc.). a polymer of allyl amine or a sait 
thereof (a polymer of a polyallylamine or a hydrochloric salt, for example, PAA-1 OC, PAA-HCI-3U and PAA-HQ-10L, eta 
manufactured by Nitto BoseW, Ltd.), a polymer of a diallyl-C^alkylamine 0 r a salt thereof (a polymer of a diallylmeth- 

s yiamine or a hydrochloric salt thereof, for example. PAS-M-1 . etc. manufactured by Nitto BoseW, Ltd.), a polymer of a 
diailyWi-C^aikylammonium salt (a polymer of diallyldimethylammonium chloride, for example, PAS-H-5L and PAS-H- 
10U etc. manufactured by Nitto BoseW, Ltd.). a copolymer of a diallylamine or a salt thereof with sulphur dioxide (a dial- 
lyiamine hydrochloric acid-sulphur dioxide copolymer, for example, PAS-92, etc. by Nitto BoseW, Ltd.). a diallyfdi-C^ 
4 alkylammonium salt-sulphur dioxide copolymer (diallyldimethyl ammonium chloride-sulphur dioxide copolymer, for 

10 exarrple, PAS-A-1, PAS-A-5. PAS-A-120L. and PAS-A-120A, eta by Nitto BoseW, Ltd.). a copolymer of a diallyldi-C,. 
4 a!kylammonium salt with a diallylamine or a salt thereof or a derivative thereof (a diallyldimethyl ammonium chloride- 
diallyl amine hydrochloric salt copolymer, for example, PAS-880, etc. by Nitto BoseW, Ltd.). a diallyldi-C^ 
4 alkylammonium salt polymer, a dia!lyldi-C 1 . 4 alkylaminoethyl(meth)acrylate quaternary salt polymer, a diallytdi-C^ 
4 alkyiammonium salt-acrylamide copolymer (a diallyldimethyl ammonium chloride-acrylamide copolymer, for example. 

1S PAS-J-81, etc. by Nitto BoseW. Ltd.). and an amine-carboxylic acid copolymer (for example. PAS-410. etc. by Nitto 
BoseW. Ltd.), etc. 

[0386] The binder for a dye can be employed solely or in combination of two or more Wnds. 

[0387] The content of the binders for a dye can be selected from a range in which the developability can be improved, 
for example, a range of 0.1-40 parts by weight, preferably 1-30 parts by weight, and more preferably 2-20 parts by 

20 weight or so based on 100 parts by weight of the acrylic-based polymer solid. 

[0388] In the ink-absorbing layer, in order to further improve an ink-absorbing ability and a blocking resistance, there 
may be also added bulk materials (pigments, etc.). As the bulk materials, there can be enumerated, for example, inor- 
ganic bulk materials (mineral bulk materials such as white carbon, fine-particle state calcium silicate, zeolite, alumi- 
nomagnesium silicate, calcine diatomaceous earth, fine-particle state magnesium carbonate, fine-partide state 

25 alumina, silica, talc, kaolin, delamikaolin, clay, a heavy calcium carbonate, a precipitated calcium carbonate, magne- 
sium carbonate, titanium dioxide, aluminum hydroxide, calcium hydroxide, magnesium hydroxide, magnesium silicate, 
calcium sulphate, seriate, bentonite, and sumectite), organic bulk materials (crosslinkable or noncrosslinkable organic 
fine particles such as a polystyrene resin, an acrylic resin, a urea resin, a melarrane resin, and benzoguanamine resin, 
organic bulk materials such as a microbaloon, etc), etc. The bulk materials can be appropriately selected and employed 

30 solely or in combination of two or more Wnds. 

[0389] The ink-absorbing layer, within a range in which properties are not deteriorated, may further contain common 
additives, for exanple, a curing agent, a dispersant. a surface active agent a fluorescent coating, a pH regulator, a 
defoaming agent, a wetting agent, a coatability improver, a thickener, a lubricant, a stabilizer (an antioxidant an ultravi- 
olet ray absorbent a thermal stabilizer, etc.). an antistatic agent, an anti-blocWng agent and an antiseptic, etc. 

35 [0390] The thickness of the ink-absorbing layer can be selected depending upon uses, and it is, for example, 5-50 |un, 
preferably 10-30 \un t and usually 5-30 or so. 

[0391] Since the recording sheet 1 of the present invention has an ink-absorbing layer containing the previously- 
described specified acrylic-based resin and the solid plasticizer, it is high in an ink-absorbing property and an ink-fixing 
property and, moreover, large in an adhesive property. 

40 [0392] The recording sheet 1 of the present invention can be prepared by forming an ink-absorbing layer containing 
the previously-described acrylic-based resin and the solid plasticizer on at least one surface of a base material. The ink- 
absorbing layer can be formed by coating after dissolving the previously-descried acrylic-based resin and the solid 
plasticizer into an organic solvent or by coating after thermally melting. Further, a recording sheet can be obtained by 
coating on at least one surface of a base material after preparing a water-based composition in which the previously- 

45 described acrylic-based resin and the solid plasticizer are dissolved or dispersed in water, and then, by drying. As a 
coating method, there are exemplified a method in which there are employed a roll coater, an air-knife coater, a blade 
coater, a rod coater, a bar coater. a comma coater, a gravure coater, and a silk screen coater, etc. In a preferred water- 
based composition, an acrylic-based polymer is dispersed in water. 

[0393] In the above-described water-based composition, a dispersant to be employed for dispersing the acrylic-based 
so polymer is not particularly limited, and there can be employed any one of an anionic-based, a cationic-based, and a 
nonionic-based dispersants which are conventionally publicly-known. As the anionic-based dispersants, there can be 
enumerated carboxylates. sulfates, sufphonates, and phosphonates, etc. Of those, an ammonium carboxylate is pre- 
ferred. As the nonionic-based dispersants, there can be enumerated a polyethylene glycol type and a polyvalent alcohol 
type ones, etc. 

65 [0394] As a method for preparing the previously-described water-based composition, there can be also employed a 
variety of methods which are conventionally publicly-known. For example, as the preparation method, there are enu- 
merated a method in which respective components constructing an ink-absorbing layer are in advance mixed, and then, 
it is dispersed in water, a method in which a solid plasticizer is dispersed in an acrylic-based polymer emulsion and a 
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tackifier emulsion, respectively, followed by mixing thereof, a method in which a solid plasticizer is dispersed in water, 
followed by mixing an acrylic-based polymer emulsion and a tackifier emulsion with the dispersion liquid. As a method 
for dispersing the solid plasticizer into the emulsion or water, there can be exemplified a method in which a molten solid 
plasticizer is dispersed, a method in which a solid plasticizer is dispersed while finely-powdering, and a method in which 

5 a finely-powdered solid plasticizer is dispersed, etc. It is to be noted that the acrylic-based polymer emulsion may be 
even prepared by an emulsion polymerization and. further, it may be also prepared by emulsifying optionally using an 
additive after obtaining a polymer by other methods except the emulsion polymerization. For example, an acrylic-based 
polymer emulsion can be prepared by emulsifying while adding water after adding an additive (for example, an emulsi- 
f ier, a pH regulator, and an add, etc.) to an organic solution containing an acrylic-based polymer polymerized under the 

10 presence of a water-soluble organic solvent (an alcohol, etc. such as isopropyl alcohol), and then removing the organic 
solvent 

[0395] Average particle diameter of the solid plasticizer in the water-based composition is preferably 0.5-20 jjuti or so, 
and more preferably 1 -15 \im or so. In the case that the average particle diameter is less than 0.5 jim, it is anxious that 
an anti-blocking property occasionally lowers or productivity lowers because of requiring a long period. In the case that 
is the average particle diameter exceeds 20 i&m, a coating surface becomes roughened, and it is anxious that a quality of 
a recording sheet lowers. 

[0396] The recording sheet 1 of the present invention is useful for a recording sheet by an ink-jet method in which 
micro drops of an ink are f lied and, it can be also utilized as a sheet for printing (particularly, a sheet for a water-based 
ink) by an offset printing and a flexo printing, etc. 
20 [0397] In the present invention, since the ink absorbing layer is formed by using the acrylic-based polymer containing 
5-50% by mol of a hydrophilic monomer as a constructing monomer and a solid plasticizer, it is excellent in an ink- 
absorbing property and a printing property and. further, it has a large adhesive force. 
[0398] Further, an blocking resistance can be largely improved by selecting a solid plasticizer. 

25 [Recording sheet 2] 

[0399] In the recording sheet 2 of the present invention, at least one ink-absorbing layer is formed on one surface of 
a base material, and a delayed-tack layer is formed on another surface, which is composed of a solid plasticizer, a ther- 
moplastic resin, and a tackifier. 

so 

(Base material) 

[0400] Kind of the base material is not particularly limited and, for example, there are enumerated paper, coated 
paper, nonwoven fabrics, and a plastic film, etc. As a polymer which constructs plastic film, there are enumerated, for 
35 example, a polyotefine such as a polyethylene and polyethylene, an ethylene- vinyl acetate copolymer, a polyvinyl chlo- 
ride, a polyvinyl chloride-vinyl acetate copolymer, a poly(meth)acry1ate, a polystyrene, a polyvinyl alcohol, an ethylene- 
vinyl alcohol copolymer, a cellulose derivative such as a cellulose acetate, a polyester (a polyalkylene terephthalate 
such as a polyethylene terephthalate and a polybutylene terephthalate, a polyalkylene naphthalate such as a polyeth- 
ylene naphthalate and a polybutylene naphthalate), a polycarbonate, a polyamide (a polyamide 6, a polyamide 6/6, a 
40 polyamide 6/10, and a polyamide 6/12, etc.), a polyester amide, a polyether, a polyimide, a potyamideimide, and a pol- 
yetherester, etc., and a copolymer thereof, a blended product thereof, and a crosslinked product thereof may be also 
employed. Of the films, there are usually employed the polyolef ine (particularly, a polypropylene), the polyester (partic- 
ularly, a polyethylene terephthalate, etc.), and the polyamide, eta. and the polyester is particularly preferred in view of 
mechanical strength and workability, etc. In the plastic films, there may be optionally added an antioxidant, an uforavi- 
45 olet ray absorbent, a thermal stabilizer, a lubricant, and pigments which are a common additive. 

[0401] In order to improve an adhesive ability with the ink-absorbing layer, the base material may be modified by a 
surface treatment such as a corona discharge or an under coating and, in order to prevent curling, a layer for preventing 
curling such as a resin layer and a pigment layer may be formed on back surface of the base material. The base mate- 
rial may be optionally translucent, semi-transparent or transparent depending upon uses. Thickness of the base mate- 
so rial can be selected depending upon uses and, it is usually 5-500 \ur\, and preferably 10-300 urn or so. 

(Delayed-tack layer) 

[0402] The recording sheet 2 of the present invention is mainly characterized in that a delayed-tack layer is composed 
ss of a solid plasticizer, that is, it is a solid at ordinary temperature and, as a component which produces tackiness through 
plastidzing a thermoplastic resin by thermally melting, there is employed a compound having a specified structure, that 
is, at least one compound selected from the group of three kinds of compounds 0) a mufti ester compound of (A) (A1) 
an alcohol having a substituted cyclohexane ring or a substituted cyclohexene ring substituted by at least one of an alky! 
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group and having at least 3 carbons in the aikyi group, or (A2) an alcohol having a bridged ring containing at least one 
of a six-membered carbon ring with (B) a polybasic acid, (iia) a phosphorus compound having a melting point of 55- 
100°C or a phosphorus conpound represented by the following formulae (1a). (tb). (1c) or (2), and (iiia) a diester com- 
pound of (C) (d) hydroquinone or reasorcinol in which benzene ring may be substituted by an alkyl groip. or (c2) cat- 

5 echo! in which benzene ring may be substituted by an alkyl group with (D) an organic monobasic acid, it is to be noted 
that the solid plasticizer may be employed solely or in combination of two or more of the same or different kinds. 
[0403] Of the previously-described multiester compounds, there is preferred a multiester compound of the previously- 
described cyclohexanol (A1 1) substituted by at least one of an alkyl group and having at least 3 carbons in the alkyl 
group, or (A21) an alcohol having a bridged ring containing at least one of a six-membered saturated carbon ring in 

10 which hydroxyl group or hydroxymethyl group are combined, with (B) a polybasic acid. 

[0404] The solid plasticizer is the same solid plasticizer as in the previously-described thermoplastic resin composi- 
tion 1 described in the present invention. 

[0405] The content of the solid plasticizer is 30-1 000 parts by weight or so, preferably 1 00-1 000 parts by weight or so, 
and more preferably 150-900 parts by weight or so based on 100 parts by weight of the previously-described acrytic- 
15 based polymer. In the case that the content of the solid plasticizer is less than 30 parts by weight, sufficient tackiness 
is not occasionally produced in heating and. in the case of more than 1 ,000 parts by weight, a cohesive force lowers, 
and a sufficient adhesive strength is not occasionally produced. 

[0406] In the present invention, as the thermoplastic resin by which the delayed-tack layer is constructed, there can 
be employed the same thermoplastic resin as in the previously-described thermoplastic resin composition described in 

20 the present invention. ^ 
[0407] Glass transition temperature (Tg) in the thermoplastic resin can be appropriately selected in consideration of 
the kind of materials to be stuck within a range in which there are not deteriorated an adhesive property and an anti- 
blocking property in the case that a pressure-sensitive adhesive sheet is prepared. It is usually -10 to 70°C or so, pref- 
erably -10 to 25°C or so. In the case that the glass transition temperature is less than -10°C, a blocking resistance is apt 

25 to become lowered and, in the case that the glass transition temperature is too high, an adhesive property is apt to 
become lowered. 

[0408] In the present invention, as the tacWf ier by which the delayed-tack layer is constructed, there can be employed 
the same ones as previously-described. The tackif iers may be employed in combination of two or more kinds. The con- 
tent of the tackifier is not particularly limited, and it can be selected according to the combination of the thermoplastic 
30 resin with the solid plasticizer and. it is usually 10-600 parts by weight or so, and preferably 20-500 parts by weight or 
so based on 100 parts by weight of the thermoplastic resin. 

[0409] The delayed-tack layer may further contain usual additives, within a range in which effects in the present inven- 
tion are not deteriorated, for example, an auxiliary for film-forming, a dispersant, a surface active agent a pH regulator, 
a defoaming agent a wetting agent a coatability improver, a thickener, a lubricant a stabilizer (an antioxidant, an ultra- 
35 violet ray absorbent, a thermal stabilizer, etc.), an antistatic agent, an anti-blocking agent (inorganic particles or organic 
particles, etc.), and an antiseptic etc. As the auxiliary for film-forming, there can be employed the previously-described 
ones. 

[041 0] The thickness of the delayed-tack layer can be selected depending upon uses, and it is, for example, 5-50 Jim, 
preferably 1 0-30 jim or so, and usually 5-30 jimorso. 

40 [041 1 ] The delayed-tack layer can be formed by coating after dissolving constructing components such as the ther- 
moplastic resin and the solid plasticizer into an organic solvent or by coating after thermally melting. Further, the 
delayed-tack layer can be formed by coating on at least one surface of a base material after preparing a water-based 
, composition in which constructing components such as the thermoplastic resin and the solid plasticizer are dissolved 
or dispersed in water, and then by drying. As coating methods, there are exemplified a method in which there are 

45 errployed a roll coater, an air-knife coater, a blade coater, a rod coater. a bar coater, a comma coater. a gravure coater, 
and a silk screen coater, etc. In a preferred water-based composition, a thermoplastic resin is dispersed in water. 
[041 2] In the water-based composition, a dispersant to be employed for dispersing the thermoplastic resin is not par- 
ticularly limited, and there can be employed any one of an anionic-based. a cationic-based. and a nonionic-based dis- 
persants which are conventionally publicly-known. As the anionic-based dispersants, there can be enumerated 

so caitooxytates, sulphates, sulphonates, and phosphonates, etc. Of those, an ammonium salt of a carbaxylic acid is pre- 
ferred. 

[041 3] As the nonionic-based dispersants, there can be enumerated a polyethylene glycol type and a polyvalent alco- 
hol type ones, etc. 

[0414] As a method for preparing the previously-described water-based composition, there can be also employed a 
55 variety of methods which are conventionally publicly-known. For example, as the preparation method, there are enu- 
merated a method in which respective components constructing a delayed-tack layer are in advance mixed, and then, 
it is dispersed in water, a method in which a solid plasticizer is dispersed in a thermoplastic resin emulsion and a tack- 
if ier emulsion, respectively, followed by mixing thereof, and a method in which a solid plasticizer is dispersed in water. 
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followed by mixing a thermoplastic resin emulsion and a tadof ier emulsion with the dispersed liquid. As a method for 
dispersing the solid plasticlzer into the emulsion or water, there can be exemplified a method in which a molten solid 
plastidzer is dispersed, a method in which a solid plastidzer is dispersed while f inely-powdering, and a method in which 
a finely-powdered solid plasticizer is dispersed, etc. it is to be noted that the thermoplastic resin emulsion may be even 

5 prepared by an emulsion polymerization and. further, it may be also prepared by emulsifying optionally using an additive 
after obtaining a polymer by other methods except the emulsion polymerization. For example, a thermoplastic resin 
emulsion can be prepared by emulsifying while adding water after adding an additive (for example, an emulsrfier, pH- 
regulator, and add, etc.) to an organic solution containing a polymer polymerized under the presence of a water-soluble 
organic solvent (an alcohol, etc. such as isopropyl alcohol), and then removing the organic solvent 

10 [041 5] Average particle diameter of the solid plasticizer in the water-based composition is preferably 0.5-20 Jim or so, 
and more preferably 1-15 Jim or so. In the case that the average particle diameter is less than 0.5 jim, it is anxious that 
a blocking resistance occasionally lowers or productivity lowers because of requiring a long period, in the case that the 
average particle diameter exceeds 20 jim, a coating surface becomes roughened, and it is anxious that a quality of a 
recording sheet lowers. 

is 

(Ink-absorbing layer) 

[0416] The ink-absorbing layer may be constructed by a single layer or a multiple lays'. Further, the ink-absorbing 
layer is not particularly limited so far as it is constructed by ink-absorbable substances. The ink-absorbing layer can be 

20 constructed by a polymer, and as the polymer, there are enumerated, for example, natural polymer or a derivative 
thereof, a cellulose derivative, an olefine-based polymer, an acrylic-based polymer, a styrene-based polymer, a vinyl- 
based polymer (a vinylacetate-based copolymer and a vinylether-based copolymer, etc.), a vinylalcohol-based polymer, 
and a polymer derived from a polyalkylene oxide, a polyester, a polyamide, a polycarbonate, a polyurethane, a polysui- 
phone, and an epoxide, etc. The polymer may have a hydrophilic group (an acidic group such as carboxylic group and 

25 sulphonic group, or a salt thereof, and a basic group, or a salt thereof). In an ink-jet recording method, since a water- 
based ink is often employed, an ink-absorbing layer is preferably constructed by a polymer (a hydrophilic polymer) hav- 
ing an absorbing property regardless of being water-soluble or water-insoluble. 

[0417] As the hydrophilic polymer, there are enumerated, for example, a hydrophilic natural polymer or a derivative 
thereof (for example, starch, corn starch, sodium alginate, gum arabic, gelatine, casein, and dextrin, etc.), a cellulose 

30 derivative (for example, a methylcellulose, an ethylcellulose, a hydroxyethylcellulose, a carboxymethylcellulose, a cellu- 
lose sulphate, and cyanoethylcellulose, etc.). a vinylalcohol-based polymer (for example, a polyvinylalcohoi and an eth- 
ylene-vinylalcohol copolymer, etc.), an ethyl en e-based copolymer (for example, an ethylene-maleic anhydride 
copolymer, etc.), a vinyl acetate-based copolymer (for example, a vinyl acetate-methylacrylate copolymer and a vinyl 
acetate-allylether copolymer, etc.). a polyalkylene oxide (for example, a polyethylene oxide and an ethylene oxide-pro- 

35 pylene oxide block copolymer, etc.). a polymer having carboxylic group or sulphonic group and a salt thereof [a 
poly(meth)acryiic acid or a salt thereof (an alkali metal salt such as an ammonium salt and a sodium salt), an acrylic- 
based copolymer such as a methylmethacrylate-(meth)acrylic add copolymer and an acrylic add-polyvinytalcohol 
copolymer, etc.], a vinylether-based copolymer (a polyvinylalkyylether such as a polyvinylmethyl ether, a polyvinyl- 
isobutyl ether, and a methylvinylether-maleic anhydride copolymer), a styrene-based copolymer [a styrene-maleic anhy- 

40 dride copolymer, a styrene-(meth)acrylic acid copolymer, and a sodium polystyrene sulphonate), and a sodium 
polyvinyisulphonate], a polymer having nitrogen (or a cationic polymer) or a salt thereof [for example, a quaternary 
ammonium salt such as a polyvinylbenzyltrimethyi ammonium chloride and a polydiallyldimethyl ammonium chloride, a 
hydrochroiate of a polydimethylaminoethyl(meth)acrylate, a polyvinyl pyridine, a polyvinyl imidazole, a polyethylene 
imine, a polyamide polyamine. a polyacryiamide, and polyvinyl pyrolidone. etc.], etc. The hydrophilic polymers can be 

45 employed solely or in combination of two or more kinds. 

[0418] Of the hydrophilic polymers, there are preferred the cellulose derivative (particularly, a hydroxyethylcellulose, 
etc.), the vinylalcohol-based polymer (particularly, the polyvinylalcohoi, etc.). the vinyl ester-based copolymer (particu- 
larly, a vinylacetate-based copolymer, eta), and polyvinyl pyrolidone, etc. 

[0419] Further, there is also preferred the hydrophilic polymers having at least one functional group selected from a 
so polyoxyalkylene unit acetoacetyi group, carboxylic group, an acid anhydride group, and amino group. 

[0420] As the hydrophilic polymers having a polyoxyalkylene unit, there are enumerated, for example, a copolymer (a 
modified vinyl acetate-based resin) with a vinyl monomer having a vinyl acetate unit and a polyoxyalkylene unit [for 
example, a (meth)acrylate and allyiether, etc.], etc. Such the copolymer can be obtained, for example, as a product of 
the trade name of "OKS-TISSG" from Nihon Gosei Kagaku, Ltd. 
ss [0421] The hydrophilic polymers having acetoacetyi group include, for example, a hydrophilic polymer having ace- 
toacetyi group produced by a reaction of a hydrophilic polymer having hydroxyl group with acetoacetic acid ester, for 
example, an acetoacetyi group-modified vinyl acetate-based copolymer (a polyvinylalcohoi having acetoacetyi group 
and a cellulose derivative having acetoacetyi group, etc.). The acetoacetyi group-modified vinyl acetate-based copoly- 
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mer can be obtained, for example, as a product of the trade name of "Z-320" from Nihon Gosel Kagaku Kogyo, Ltd. 
[0422] The carboxyiic group-modified hydrophiiic polymer includes (a) a carboxyiic group-modified polyvinylalcohol, 
for example, a partially-saponified product of a copolymer of a vinyl ester (a vinyl acetate, a vinyl propionate, and a vinyl 
formate) with an unsaturated monomer having carboxyiic group [a monocaiboxylic add such as (meth)acrylic add, a 

s dicarboxylic acid such as maleic acid, fumaric acid, and 'rtaconic acid, an acid anhydride thereof, or a monoalkyi ester], 
as a specific example, there are included a styrene-(meth)acrylic acid copolymer, a (meth)acrylate-(meth)acryiic add 
copolymer (a methylmethacrylate-(meth)acrylic acid copolymer), a saponified product such as a vinyl acetate- 
(meth)acrylic add copolymer, (b) a polysaccharide having carboxyiic groups, for example, a carboxyiic -C r alky1 cellu- 
lose, a carboxymethyl dextran, and alginic acid, etc. 

10 [0423] The hydrophiiic polymer having an add anhydride group includes an alkyMnylether-maleic anhydride copoly- 
mer (a methylvinylether-maleic anhydride copolymer, etc.), an ethylene-maleic anhydride copolymer, a vinyl acetate- 
maleic anhydride copolymer, a styrene-maleic anhydride copolymer, and a (meth)acrylic add-maleic anhydride copol- 
ymer (a methylmethacrylate-maleic anhydride copolymer, etc.), etc. 

[0424] The hydrophiiic polymer having an amino group includes a polyamide-polyamine, a pdyvinylamine, a partially- 
15 saponified product of a poly(N-vinylformamide), and a polysaccharide having an amino group (an amino dextran and 
chitosan, etc.), etc. 

[0425] Other preferred hydrophiiic polymers indude a hydrophiiic polymer having epoxy groups. The hydrophiiic pol- 
ymer having epoxy groups may be any one of (1) a homopolymer or copolymer having a monomer unit having an epoxy 
group and (2) an epoxidized resin by epoxidation of a resin. As the monomer having epoxy groups, there are exempli- 
20 tied, for example, allylglycidylether, glycidyl methacrylate. glyddylacrylate, methallylglycidylether, 1-allyloxy-3.4- 
epoxybutane, 1 -(3-butenyiaxy)-2,3-epoxypropane, and 4-vinyl-1-cydohexene-1,2-epoxide, etc. As a preferred mono- 
mer having epoxy groups, there are included allylglycidylether and gfycidyl(meth)acrylate, etc. 

[0426] As a copolymerizable monomer which is copolymerizable with the monomer having epoxy groups, there can 
be employed vinyl acetate and the previously-exemplified copolymerizable monomers, particularly, vlnylesters (vinyl 
25 acetate, etc.), vinylpyrolidone, a (meth)acrylic-based monomer (a C^aalkylfmethjacryiate, etc.), and a monomer having 
carboxyiic group or a salt thereof ((meth)acrylic acid or a salt thereof), etc. It is to be noted that in the polymers, a unit 
in the vinylesters may construct a virrylalcohol unit by hydrolysis. 

[0427] Further, an ink-absorbing layer may also contain a cationic polymer having a crosslinkable group. The cationic 
polymer having a crosslinkable group can be constructed by (1) a pdymer of a monomer including at least a cationic 
30 monomer and a crosslinkable monomer, and (2) a polymer of a monomer containing at least a cationic monomer, a 
crosslinkable monomer, and a hydrophiiic monomer. A preferred cationic polymer can be constructed by the polymer 
(2). 

[0428] The cationic monomer includes, in addition to a variety of monomers having tertiary amino group or a base 
thereof, a variety of monomers having a groip which can form a quaternary ammonium basic group or a quaternary 
35 ammonium basic group. 

[0429] As the cationic monomer, there are enumerated, for example, a di-C 1 . 4 a!kylamirx>C 2 ^lkyl(meth)acrylicamide 
or a salt thereof [for example, dimethylaminoethyl(meth)acrylamide, diethylamino ethyl(meth)acrylamide, dimethylami- 
noproyl(meth)acrylamkJe ( and diethylaminoproyl(meth)acrylamide or a salt thereof], a di-C^alkylamirxK^. 
3 alkyl(meth)acrylate or a salt thereof [for example, dimethylaminoethyl(meth)acrylate, diethylaminoethyl (meth)acrylate, 

40 dimethylaminoproyl(meth)acrytate, and diethylaminoproyl(meth)acrylate or a salt thereof], a di-C^alkyiamino-C^- 
3 alkyl group-substituted aromatic vinyl compound or a salt thereof [for example, 4-(2-dimethylaminoethyl)styrene and 
4-(2-dimethylaminopropyl)styrene, or a salt thereof, etc.], and a nitrogen-contained heterocydic monomer or a salt 
thereof [for example, vinylpiridine, vinylimidazole, and vinylpyrolidone, or a salt thereof], etc. As the salts, there can be 
exemplified a salt of a halogenated hydrogen (a salt of hydrochloric acid and a salt of hydrogen bromide, etc.), a salt of 

4S sulfuric acid, a salt of alkyl sulphuric acid (a salt of methytsulphuric acid and a salt of ethylsulphuric acid, eta), a salt of 
aikylsulphonic add. a salt of allylsulphonic acid, and a salt of a carboxyiic acid (a salt of acetate, etc.), etc. It is to be 
noted that the quaternary ammonium base may be also produced by a reaction of a tertiary amino group with an alkyla- 
tion agent (for example, an organic halogenated compound such as epichlorohydrin, methylchloride. and benzyl chlo- 
ride). The cationic monomer can be employed solely or in combination of two or more kinds. 

so [0430] As the crosslinkable monomer, there can be exemplified a variety of monomers having a self-crossiinkable or 
reactive functional group, for example, a monomer containing an epoxy group [for example, glycidylmethacrytate, 
(meth)allylglycidylether, 1-allyloxy-3,4-epoxybutane, 1-(3-butenyloxy-2,3-epoxypropane, and 4-vinyM-cyclohexene- 
1 ,2-epaxide, etc.], a monomer having methylol group or a derivative thereof [for example, N-C 1 . 4 aIkoxymethyl(meth)acr- 
ylamide such as N -methylol (meth)acrylamide, N-methoxymethyl(meth)acrylamide, and N-lxrtylol(meth)acrylamide, 

55 eta], a monomer having a hydrolyzabie and condensable group such as a silyl group [for example, vinyftrimethoxysi- 
lane, vinyftriethoxysilane, vinyltributoxysilane, vinylmethoxydimethylsilane, vinylethaxydimethyisilane, vinylisobutoxy- 
dimethylsilane, vinyldimethoxymethylsilane, vinytdiethoxymethyisilane, vinyltrts (p-m ethoxy ethoxy) silane, 
vinyidiphenyiethoxysilane, vinyttriphenoxysilane, r(vinylphenylamjnopropyl)trimethoxysilane, Hvinyrbenzylaminopro- 
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py!) trimethoxysilane, HvinylphenylaminopropyO triethoxysilane, y(vinylbenzylaminopropy1 ) triethoxysilane.dMnytd- 
imethoxysilane, divinyldiethoxysilane, divinyldi (p-methoxyethoxy) silane, vinyldiacetaxymethylsilane, 
vinyltriacetoxysilane, vinylbis (dimethy!amino)methylsilane. vinylmethyldichlorosilane, vinyWimethyichlorosilane, vinyl- 
trichlorosilane, vinyfmethylphenylchlorosilane, allyltriethoxysilane, 3-allylaminopropyltrimethaxysflane, allyldiace- 

5 toxymethylsilane, allyrtriacetoxysilane, allyfbis (dimethylamino)methylsilane, allyimethyJdichlorosilane, 
allyldimethylchlorosilane, allyitrichlorosilane, methallylphenyldichlorosilane. p-(meth)acryloxyethy!trimethoxysiiane. p- 
(meth)acryloxyethyl triethoxysilane, r(meth)ao-y!oxypropyttrimethoxysilane, r(meth) acryloxypropyrtrietrwxysilane, y- 
(meth) acryloxypropylmethykJimethoxysilane. r(meth)acryloxypropy!methyld!Chlorosilane f and Y-(meth)acryloxypropyl- 
tris (p-methoxyethoxyjsilane], and a monomer having an aziridinyl group [for example, 2-(1 -aziridinyl)ethy|(meth)acr- 

io ylate, 2-(1-aziridinyI)propyI (meth)acrylate, and 3-(1-aziridiny0propyl(meth)acrylate. etc.], etc. The crosslinkable 
monomers can be employed solely or in combination of two or more kinds. 

[0431] A preferred crosslinkable monomer has a group capable of condensing by hydrolysis, particularly, an alkoxys- 

ilyl group (a C^alkoxy silyi group such as a methoxy silyl group and an ethoxy silyl group, etc.). 

[0432] As the hydrophific monomer, there are exemplified, for example, a monomer having carboxyiic group [for exam- 

is pie, a monomer having a free carboxyiic group or an acid anhydride group such as (meth)acrylic acid, itaconic acid, 
mateic acid, maleic anhydride, fumaric acid, crotonic acid, and a salt thereof (an alkali metal salt, an alkali earth metaJ 
salt, ammonium salt, and amine salt, etc.)], a half ester of an unsaturated polyvalent carboxyiic acid or an anhydride 
thereof with a linear chain or branched chain alcohol having a carbon number of 1-20 [for example, monomethyl 
maleate. monoethyl maleate, monobutyl maleate, monooctyl maleate, and mono-2-ethylhexyl maleate, etc.], a mono- 

20 mer having hydroxy! group [for example, a hydroxy-C2-6alM(meth)acrytate such as 2-hydroxyethyl(meth)acrylate, 2- 
hydroxypropyl(meth)acrylate, 3-hydroxypropyl(meth)acrylate, and 4-hydraxybutyl(meth)acrylate], a monomer having an 
amide group [for example, (meth)acrylamide, a-ethyl(meth)acrylamide, N-methyl(meth)acrylamide, N-butoxyme- 
thyl(meth)acrylamide. and diacetone(meth)acryiamide, etc.], a monomer having a sulphonic acid group [for example, 
styrene sulphonic add and vinyl sulphonic acid, etc.], a monomer having ether group [for example, vinyl ethers such as 

25 vinylmethyl ether, vinylethyl ether, and vinylisopropyl ether], a monomer having a polyoxyalkylene group [for example, 
diethylene glyco!mono(meth)acrylate, triethyleneglycol mono(meth)acrylate, and a polyethyleneglycol mono(meth)acr- 
ylate, etc.], etc The hydrophilic monomer may be employed solely or in combination of two or more kinds. 
[0433] A preferred hydrophilic monomer includes the monomer having carboxyiic group [(meth)acrylic acid, etc.], the 
monomer having hydroxy! group [2-hydroxyethyl(meth)acrylate and hydroxypropyl(meth)acrytate, etc.], the monomer 

so having a polyoxyalkylene unit [for example, diethyleneglycol mono(meth)acrylate, triethyleneglycol mono(meth)acr- 
ylate, and a polyethyleneglycol mono(meth)acrylate, etc.]. 

[0434] The monomers are usually employed in combination with a nonionic monomer in order to adjust a film-forming 
ability and properties of a coating layer. 

[0435] The nonionic monomer includes, for example, an alkyl ester [for example, a C^salkyKmetfOacrylate such as 
as methyl(meth)acrylate, ethyl(meth)acrylate, propyl (meth)acry late, isopropyl(meth)acrylate. butyl(meth)acryiate, iso- 
butyl(meth) acrylate, t-butyl (meth) acrytate, hexyl (meth) acrylate, octyl (meth) acrylate, 2-etrrylhexyl(meth)acr ylate, 
lauryl(meth)acrylate, and stearyl(meth)acrylate], a cycloalkyl ester [for example, cyclohexyl(meth)acrylate, etc.], an aryl 
ester [for example, phenyl(meth)acrytate, etc.], an aralkyl ester [for example, benzyl(meth)acryfate, etc.], aromatic 
vinyls [for example, styrene, vinyltoluene, and a-methyl styrene, eta], vinyl esters (for example, vinyl acetate, vinyl pro- 
40 pionate, and vinyl versate, etc.). allyl esters (for example, ally! acetate, etc.), a monomer containing halogens (for exam- 
ple, vinylidene chloride and vinyl chloride, eta), a vinyl cyanate [for example, (meth)acrylonitrile, etc.], and olefkies (for 
example, ethylene and propylene, eta), etc. The nonionic monomers may be also employed solely or in combination og 
two or more kinds. 

[0436] As the nonionic monomer, there are usually employed the C 1 . 18 a(kyl(meth)acrylate [particularly, a C2. 
45 10 aJkyiacrylate and a C^methalkylacrylate, etc.], aromatic vinyls [particularly, styrene, etc.], and vinyl esters [particu- 
larly, vinyl acetate, etc]. 

[0437] Use amount of the above-described cationic monomer, the crosslinkable monomer, and the hydrophilic mon- 
omer can be selected with in a range in which water resistance and ink-absorbing ability, etc. are not deteriorated. For 
example, the cationic monomer (for example, a monomer containing tertiary amino groip and quaternary ammonium 

50 base) is employed in an amount of 0.1 -50% by mol (for example, 1 -45% by mol), preferably 0.5-40% by mo! (for exam- 
ple, 2-35% by mol), and more preferably 1-30% by mol (for example, 3-25% by mol) or so in total monomers, and it is 
usually 2-25% by mol or so. Further, the crosslinkable monomer is employed in an amount of 0.1-25% by mol, prefera- 
bly 0.2-20% by mol, and more preferably 0.5-15% by mol or so in total monomers, and it is usually 0.3-10% by mol or 
so. Still further, the hydrophilic monomer is employed in an amount of 0-50% by mol, preferably 0-45% by mol (for exam- 

65 pie, 0.5-45% by mol). and more preferably 0-40% by mo!(for example, 1-35% by mol) or so in total monomers, and it is 
usually 1 -20% by mol or so. It is to be noted that the residue of monomers is constructed by the previously-described 
the nonionic monomers. 

[0438] Glass transition temperature of the cationic polymer can be selected within a range in which film-forming ability, 
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eta is not deteriorated, for example, it is -20 to 50°C. preferably -10 to 40°C, and more preferably 0 to 30°C or so. A 
polymer having such the glass transition temperature can be adjusted by appropriately combining the above-described 
cationic monomers and crosslinkable monomers with optionally the hydrophilic monomers. 

[0439] In a preferred embodiment of the present invention, an ink-absorbing layer is constructed by the above- 
5 described cationic polymers having a crosslinkable group and the above-described hydrophilic polymers. Such the ink- 
absorbing layer is particularly excellent in an ink-absorbing ability. In the case, as a preferred hydrophilic polymer, there 
are enumerated a hydrophilic polymer having a functional group which reacts with a reactive functional group (for exam- 
ple, an epoxy group such as glycidyl group, a group capable of condensing by hydrolysis such as methytol group and 
aikoxysilyl group, an adiridynyl group) in the previously-described cationic polymer, for example, an acetoacetyl group- 
10 modified hydrophilic polymer (an acetoacetyl group-modified vinyl acetate-based copolymer, etc.), a carboxylic group- 
modified hydrophilic polymer (a carboxylic group-modified polyvinylalcohd and a carboxylic group-contained polysac- 
charide, etc.), an acid anhydride group-contained hydrophilic polymer (an alkylvinylether-maleic anhydride copolymer, 
an ethylene-maleic anhydride copolymer, a vinyl acetate-maleic anhydride copolymer, a styrene-maleic anhydride 
copolymer, and a (meth)acryiate-maleic anhydride copolymer, etc.), and an amino group-contained hydrophilic polymer 
is [a polyamide-polyamine, a polyvinyl amine, and a partially-hydrolyzed product of a ploy(N-vinylformamide), an amino 
group-contained polysaccharide, etc.]. 

[0440] In the above-described preferred embodiments, use amount of the hydrophilic polymers is usually 50-1000 
parts by weight, preferably 100-500 parts by weight or so based on solid content with respect to 100 parts by weight of 
the above-described cationic polymer. 
20 [0441 ] In other preferred embodiments of the present invention, a most outside layer in the ink-absorbing layer is con- 
structed by a porous layer. 

[0442] The porous layer is, if it has a wetting ability to a water-based ink, and it is capable of permeating into pores, 
not particularly limited. The porous layer can be usually constructed by a variety of polymers, for example, an olefin- 
based polymer, a vinyl-based polymer, an acrylic-based polymer, a styrene-based polymer, a polyester, a polyamide, a 

25 polycarbonate, a polyurethane, a pofysulphone, a polymer derived from an epoxide, and a cellulose derivative, etc. 
[0443] A preferred porous layer has a high wetting ability to a water-based ink, and it has a sufficient hydrophilic sur- 
face which is capable of permeating into pores. Such the porous layer can be constructed by a hydrophilic polymer or 
a polymer which is modified as becoming hydrophilic. ft is to be noted that the hydrophilic polymer or the polymer which 
is modified as becoming hydrophilic means a polymer having a contact angle of less than 80° (preferably, 0-60°. and 

30 particularly, 0-40° or so). The contact angle is an angle between a tangent to a water drop and surface of the polymer 
at an intersection between the surface of the water drop and the surface of the polymer in a state in which spreading of 
the water drop stops on a surface of the polymer at room temperatures. 

[0444] As the hydrophilic polymer, there can be employed the same hydrophilic polymer as in the previously- 
described ink-absorbing layer. More specifically, as the hydrophilic polymer, there can be enumerated, for example, a 

35 cellulose derivative [a cellulose ester (an ester of an organic acid such as a cellulose acetate, a cellulose propionate, a 
cellulose butylate, a cellulose acetate-propionate, a cellulose acetate-butylate, and a cellulose acetate-phthalate; an 
ester of an inorganic acid such as a cellulose nitrate, a cellulose sulphate, and a cellulose phosphate; an ester of a 
mixed acid such as a cellulose nitrate-acetate, and a cellulose ether (an ethyt cellulose, etc), etc.], an acrylic-based pol- 
ymer [the previously-exemplified poly(meth)acrylates, polyacrylonitrile, polyacrylamide, poly-N-methylacrylamide. etc.], 

40 a polyvinylpyrolidone, a polyalkyleneoxide (a polyethyleneglycol, etc.), a ployvinylacetate and a completely- or partially- 
saponified product thereof (a polyvinylalcohol, etc.), an ethylene-vtnylacetate copolymer and a completely- or partially- 
saponified product thereof (an ethylene-vinylalcohol copolymer, eta), a polyalkytvinyiether (a polym ethyl vinyl ether, 
eta), a polymer having carboxylic group or a salt thereof (a styrene-maleic anhydride copolymer, an alky!(meth)acr- 
ytate-(meth)acryiic acid copolymer, and a methylvinylether-maleic anhydride copolymer, etc.), a polyamide, a polyeth- 

45 ylene imine. a polysulphone. and a polyether sulphone, etc. The hydrophilic polymers can be employed solely or in 
combination of two or more kinds. 

[0445] It is to be noted that even a polyolefin-based resin such as a polyethylene and a polypropylene, a styrene- 
based resin such as a polystyrene, and a f luororesin which are a hydrophobic polymer can be given a hydrophilic prop- 
erty by addition or coating of a surface active agent and a wetting agent, etc., plasma-treating, and a corona-discharge, 
so eta. and the previously-described hydrophilic polymers also include the hydrophobic polymer to which a hydrophilic 
property is given as described above 

[0446] The porous layer is preferably constructed by at least one selected from the cellulose ester, (meth)acrylonrtrile- 
based polymer, (meth)acrylate-based polymer, and pdysuiphone-based polymer, and average pore diameter is prefer- 
ably 0.5-5 nm or so. 

55 [0447] As a preferred cellulose ester for forming the porous layer, there are included an organic acid ester of a cellu- 
lose (for example, an ester with organic acid having a carbon number of 2-4 or so), particularly, a cellulose acetate (a 
cellulose diacetate and a cellulose triacetate, etc.), etc. 

[0448] A viscosity-average polymerization degree in the cellulose derivative (the cellulose ester, etc.) is, for example, 
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50-800, preferably 75-500, and more preferably 100-250 (particularly, 100-200) or so. There can be also effectively 
employed a cellulose acetate having the viscosity-average polymerization degree of 100-190 or so. 
[0449] The viscosity-average polymerization degree in the cellulose ester such as a cellulose acetate can be meas- 
ured by an intrinsic viscosity method by Uda, et al (Kazuo Uda, Hideo Saitoh, Textile Society Journal. Vol. No. 18, No. 
1 , pages 1 05-1 20, 1 962). That is, a cellulose ester is precisely-weighed to dissolve in a mixed solvent of methylenechlo- 
ride/methano!=9/1 (weight ratio), and a solution having a predetermined concentration "c" (2.00 g/L) is prepared. The 
solution is poured into an OstwakJ viscometer, and there is measured a time T (second) during which the solution 
passes through between marked lines in the viscometer at 25°C. On the other hand, in relation to the mixed solvent 
alone, there is also measured a time "to" (second) during which it passes through as described above, and the viscosity- 
average polymerization degree is measured according to the following equation. 

DP = [111/6x10^ 

(in the formula, V is a passing time (second) of the solution, and "to" (second) is a passing time (second) of the solvent, 
"c" is concentration (g/L) of the cellulose ester in the solution, r| rG! is a relative viscosity, [n] is an intrinsic viscosity, and 
DP is the polymerization degree.) 

[0450] The average substitution degree in the cellulose derivative can be selected from a range of 1-3 or so. For 
example, in a preferred cellulose acetate, an average acetylation degree is 42-62% (43-60%) or so. preferably 42-57% 
or sa 

[0451 ] Of the vinyl-based polymers, the (meth)acrylonitiile-based polymer and the (meth)acryiate-based polymer are 
preferred. That is, there are preferred at least one of homopolymers or copolymers of the (meth)acrylic-based monomer 
selected from (meth)acrylonitrile and the (meth)acrylate-based monomer, and a copolymer of the (meth)acrylic-based 
monomers with other copolymerizable monomers [a vinyl ester-based monomer, a vinyl-based monomer having a het- 
erocyclic ring, an aromatic vinyl-based monomer, and at least one monomer selected from a polymerizable unsaturated 
dicaroxyiic acid or a derivative therefrom, etc.] 

[0452] The (meth)acrylonrtrile-based polymer includes a polyacrytonitrile. a polymethacrylonitrile, and a copolymer of 
(meth)acrylonitrile with a copolymerizable monomer. The copolymerizable monomers includ, for example, a vinyl ester- 
based monomer (vinyl acetate, etc.), a (meth) acrylic-based monomer [(meth)acrylic acid, a C 1 . 8 alkyl(meth)acrylate, 
and a C^alkylamino^^alkylfmethjacrylate. etc.], a vinyl-based monomer having a heterocyclic ring containing nitro- 
gen (vinylpyrolidone, etc.). or a combination thereof, etc. 

[0453] As the (meth)acry late-based polymer, there can be exemplified a homopolymer or a copolymer of the above- 
described (meth)acrylic-based monomer and a copolymer of the (meth)acrylic-based monomer with a copolymerizable 
monomer (a vinyl ester-based monomer, an aromatic vinyl monomer, a polymerizable unsaturated dicaroxyiic acid or a 
derivative therefrom, etc.), etc. 

[0454] The previously-described porous layer has a large number of micro pores, and the micro pores may be any 
one of passing through-pores and netlike random shape pores. A preferred porous layer has usually a micro layer-sep- 
arated structure. In the micro layer-separated structure, a shape of the micro pores is usually an indefinite shape, and 
irregularly non-circular shape. 

[0455] Average particle diameter in the porous layer may be, for example, 0.001-10 \im (for example, 0.005-10 jim), 
preferably 0.005-5 y,m (for example, 0.01-5 |im), and more preferably 0.005-2.5 \im (for example, 0.005-1 \im) or so. In 
the case that the average particle diameter is less than 0.001 ym, an ink-absorbing ability is not improved so much and, 
in the case of exceeding 10 jim, water resistance and printing quality are apt to lower. 

[0456] Porosity in the porous layer can be selected depending upon an ink-absorbing property, and it is, for example, 
10-70% (for example. 10-65%). preferably 15-65% (for example, 15-50%). and more preferably 20-60% (for example, 
20-45%) or sa 

[0457] Thickness of the porous layer can be selected depending upon uses, and it is, for example, 1-100 jim, prefer- 
ably 3-50 jim, and particularly 3-20 jim or sa In the case that the thickness of the porous layer is less than 1 jim, water 
resistance is insufficient and, in the case of exceeding 100 jim, it is anxious that an ink-absorbing property lowers. Since 
the porous layer is high in a wetting property, and it has a hydrophilic surface through which an ink sufficiently pene- 
trates into the pores, in an ink-jet style method, fiied ink is quickly absorbed into a hydrophilic polymer by which the 
porous layer is formed, whereby, the surface of the recording sheet can be apparently dried quickly. 
[0458] The porous layer to be employed in the present invention may also be a porous membrane which is commer- 
cially supplied as a usual membrane filter. As a commercially supplied product, there can be exemplified, for example, 
a membrane filter made from a triacetyl cellulose (manufactured by Fuji Photo Film Co. Lid.) and a membrane filter 
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made from a mixed cellulose of a triacetyl cellulose/nitrocellulose (manufactured by Miilipore). eta 
[0459] In the present invention, in order to improve water resistance, a crosslinkable agent may be added to the ink- 
absorbing layer. As the crosslinkable agent there can be exemplified, for example, an organic-based crosslinkable 
agent (an amino resin, an epoxkte-based compound, an amine compound, a polyvalent carboxylic acid or an anhydride 
5 thereof, a polyisocyanate, and a blocked type polyisocyanate, etc.) and an inorganic-based crosslinkable agent (boric 
acid or a borate, a zirconium compound, a titanium compound, an aluminum compound, a phosphorus compound, and 
a silane coupling agent etc.), etc. The crosslinkable agent can be employed solely or in combination of two or more 
kinds. 

[0460] In the ink-absorbing layer, a curing agent (a curing catalyst or a curing accelerator) may be added in order to 
10 accelerate a curing reaction. As the curing agent, there are enumerated an organic tin compound, an organic aluminum 
compound, an organic titanium compound, an organic zirconium compound, an acidic compound, an basic compound, 
an acidic phosphate, a mixture or a reaction product of the acidic phosphate with an amine compound. 
[0461] The curing agent can be employed solely or in combination of two or more kinds. 

[0462] Further, in order to improve a fixing ability of a coloring agent (a dye), there may be advantageously employed 

15 a binder for a dye, particularly, a polymeric binder for a dye. The binder for a dye (the polymeric binder for a dye) usually 
contain a cationic group (particularly, a strong cationic group such as guanidyl group and a quaternary ammonium salt 
type group) in the molecule. The binder for a dye may be even water-soluble. As the binder for a dye, there can be exem- 
plified, for example, a dicyan-based binder, a poiyamine-based binder, and a poiycation-based binder, etc. The binder 
for a dye can be also employed solely or in combination of two or more kinds. 

20 [0463] In the ink-absorbing layer, in order to further improve an ink-absorbing ability and a blocking resistance, there 
may be also added bulk materials (pigments, etc.). As the bulk materials, there can be enumerated, for example, inor- 
ganic bulk materials (mineral bulk materials such as white carbon, fine-particle state calcium silicate, zeolite, alumi- 
nomagnesium silicate, calcine diatomaceous earth, fine-particle state magnesium carbonate, fine-particle state 
alumina, silica, talc, kaolin, delamikaolin. clay, heavy calcium carbonate, light calcium carbonate, magnesium caibon- 

25 ate. titanium dioxide, aluminum hydroxide, calcium hydroxide, magnesium hydroxide, magnesium silicate, calcium sul- 
phate, sericite, bentonrte, and sumectite), organic bulk materials (crosslinkable or noncrossfinkable organic fine 
particles such as a polystyrene resin, an acrylic resin, a urea resin, a melamine resin, and benzoguanamine resin, 
organic bulk materials such as a microbaloon, etc), etc. The bulk materials can be appropriately selected and employed 
solely or in combination of two or more kinds. 

30 [0464] The ink-absorbing layer, within a range in which properties are not deteriorated, may further contain usual addi- 
tives, for example, a dispersant a surface active agent, a fluorescent coating, a pH regulator, a defoaming agent, a wet- 
ting agent, a coatability improver, a thickener, a lubricant, a stabilizer (an antioxidant an ultraviolet ray absorbent a 
thermal stabilizer, etc.), an anti-static agent, an anti-blocking agent, and an antiseptic, etc. 

[0465] The thickness of the ink-absorbing layer can be selected depending upon uses, and it is, for example, 5-50 Mm, 
35 preferably 10-30 Jim, and usually 5-30 jim or so. In the case that a porous layer is formed as a most outside layer for 
the ink-absorbing layer, the total thickness of the ink-absorbing layer is 5-150 jim, and preferably 8-50 nmorsa 
[0466] The ink-absorbing layer can be formed by coating a coating liquid containing the previously-described ink- 
absorbable polymer (a hydrophilic polymer) on a base material, and then drying. The coating liquid having an ink- 
absorbing properties constructed by the hydrophilic polymer and a solvent (water or an organic solvent), and it may con- 
40 tain the additives. Further, a film-like ink-absorbing layer may be even laminated by sticking on a base material option- 
ally using an adhesive, etc. Still further, in the case that a porous layer is formed, the other ink-absorbing layer side can 
be also laminated on a base material by sticking optionally using an adhesive, eta after forming a laminate of the 
porous layer with an other ink-absorbing layer. 

[0467] The porous layer may be laminated optionally using an adhesive, etc., and, it can be formed by, for example, 
45 (i) a phase separation method in which a polymer is micro-phase-separated using a good solvent and a weak solvent, 
(ii) a foaming method in which pores are formed by foaming a polymer, (iii) a stretching method in which a polymer f 8m 
is stretched, (iv) an irradiation method by an ionizing radiation in which pores are formed by irradiating an ionizing radi- 
ation on a polymer film, (v) an extracting method in which pores are formed by extracting and removing soluble compo- 
nents from a film prepared by the soluble components (polymers, inorganic salts, etc.) to solvents and insoluble 
so polymers to solvents, and (vi) a sintering method in which pores are formed at clearance between particles by bonding 
organic particles (polymer particles, etc.) or inorganic particles by a binder. A preferred method includes the phase sep- 
aration method (i), particularly, a method in which pores in the porous layer are formed after coating a coating liquid con- 
taining a polymer on a base material or other ink-absorbing layer (that is, a method for forming micro pores of the 
porous layer in a film-forming step). 
ss [0468] In the phase separation method (i). the micro pores in the porous layer may be formed by a wet phase-conver- 
sion method (that is, a method in which micro pores are formed by applying the weak solvent to the polymer through 
spraying or immersing on the coated layer after coating a good solvent solution of a polymer on the ink-absorbing layer). 
However, it is more preferred to form by a dry phase-conversion-method (that is, a method in which a porous layer is 
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formed by causing a micro phase-separation through evaporating and drying solvents after coating a coating liquid con- 
taining a polymer, a good solvent solution to the polymer, and a weak solvent to the polymer having a higher boiling 
point than the good solvent on the ink-absorbing layer) in view of mass production. 

[0469] In the dry phase-conversion method, the good solvent having a lower boiling point predominantly evaporates 
by drying after coating the coating liquid containing a polymer, a good solvent, and a weak solvent, and solubility of the 
polymer lowers with a progress of evaporation of the good solvent, resulting in that the polymer forms a micelle (a gela- 
tion phase) and causes a phase-separation from a weak solvent phase. By a progress of further drying, a network 
structure is formed by coagulation-contact of micelle, resulting in that a porous phase having micro pores between par- 
ticles is formed by the completion of evaporation of the weak solvent 

[0470] In the dry phase-conversion method (a dry phase-separation method), it is important to use a solvent (a higher 
boiling point solvent) having a higher boiling point than the good solvent as a weak solvent. In the dry phase-separation 
process, in order to control pore diameter of the porous layer, it is important to select a good solvent and a weak solvent. 
The good solvent and the weak solvent can be experimentally selected, depending upon the kind of polymers, from a 
variety of solvents such as aliphatic hydrocarbons (hexane and octane, etc.), cycloaliphatic hydrocarbons (cydohex- 
ane. etc.), aromatic hydrocarbons (toluene and xylene, etc.), halogenated hydrocarbons (methylene chloride and eth- 
ylene chloride, etc.), alcohols (methanol, ethanot, and butanol, etc.), esters (methyl acetate and ethyl acetate, etc.), 
ketones (acetone and methylethylketone, etc.). ethers (dioxane, diethylether, and tetrahydrofuran, etc.), and cellos- 
otves. The content of the polymer in the coating liquid can be selected depending upon polymerization degree, eta of 
the polymer and, for example, it is 5-30% by weight, preferably 5-20% by weight and particularly 5-15% by weight or 
so. The coating liquid is cast or coated on a base material by, for example, a roll coater, air-knife coater, blade coater, 
rod coater, bar coater, comma cater, gravure coater, and silk screen coater method, etc. which are a commonly used 
method. 

[0471] In the ink-jet recording method, pictures are formed on the recording sheet by spraying ink components such 
as a dye ink or a pigment ink from a side of the ink-absorbing layer. In such a recorded matter, since recorded pictures 
are formed on the ink-absorbing layer (in the case that a porous layer is formed, pores in the porous layer or other ink- 
absorbing layer), the picture images are excellent in water resistance and durability. 

[0472] Particularly, in the case that the ink-absorbing layer is constructed by a cationic polymer having a crosslinkable 
group and a hydrophif ic polymer and in the case that a porous layer is formed as a most outside layer of the ink-absorb- 
ing layer, an ink-absorbing property, a printing property, and water resistance are remarkably improved. It is to be noted 
that in the case that the pigment ink is employed as a component for an ink, although the recorded picture images are 
excellent in water resistance, in the case that a porous layer is formed as a most outside layer of the ink-absorbing layer, 
even though a particle-state coloring agent such as the pigment ink, since fixing is carried out by being taken into the 
pores of the porous layer, water resistance can be largely improved. 

[0473] In the recording sheet 2 of the present invention, since a delayed-tack layer is formed on an opposite side of 
the ink-absorbing layer, it can be readily stuck on a desired article such as, for example, a wood free paper, a coat 
paper, a plastic film, glass, and a metal by a simple operation of heating before or after forming picture images on an 
ink-absorbing layer. 

[0474] In the recording sheet 2 of the present invention, since a specified component is employed as a solid plastictzer 
constructing the delayed-tack layer, in the case that the delayed-tack layer is formed, it can be dried by heating at a 
higher temperature, and not only productivity can be improved but also Nocking is not caused while maintaining an 
excellent adhesive property even though it is stored for a long time. 

[0475] Although the recording sheet 2 of the present invention is useful as a recording sheet by an ink-jet recording 
method in which small drops of an ink are sprayed to record, it can be also utilized as a printing sheet (particularly, a 
sheet for a water-based ink) for an offset printing and a f lexo printing. 

[0476] The recording sheet 2 of the present invention is high in productivity, and it is excellent in an adhesive property 
and, moreover, it is has a high blocking resistance. Further, it is excellent in an ink-absorbing ability, printing ability, and 
water resistance. 

[Shrink label] 

[0477] In the shrink label of the present invention, a delayed-tack layer composed of a thermoplastic resin, a solid 
plasticizer, and a tackif ier is formed on a shrink film. 

[0478] As the thermoplastic resin, there can be employed the same thermoplastic resin as in the previously-described 
thermoplastic resin composition described in the present invention. Glass transition temperature (Tg) in the thermoplas- 
tic resin can be appropriately selected in consideration of the kind of materials to be stuck within a range in which there 
are not deteriorated an adhesive property and an anti-blocking property in the case that a pressure-sensitive adhesive 
sheet is prepared, it is usually -1 0 to 70°C or so, preferably -1 0 to 25°C. In the case that the glass transition temperature 
is less than -10°C. a blocking resistance is apt to become lowered and, in the case that the glass transition temperature 
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is too high, an adhesive property is apt to become lowered. 

[0479] The present invention is mainly characterized in that a solid piasticizer is employed in combination of com- 
pounds included in at least two kinds of compound groups of four kinds of compound groups composed of the murti ester 
compound (i) (first compound group), the phosphorus compound (Ha) (second compound group), the diester compound 
(iiia) (third compound group), and the dicyclohexylphthalate (fourth compound group). 

[0480] Of the previously-described multi ester compound, there is preferred a multiester compound of the previously- 
described (A1 1) a substituted cyctohexanol substituted by at least one of an aikyl group and having at least 3 carbons 
in the alkyl group or (A21) an alcohol having a bridged ring containing at least one of a six-membered saturated carbon 
ring to which hydroxyl group or hydroxymethyf group is bonded with the (B) a polybasic acid. 

[0481 ] The solid plasticizers are the same as in the previously-described thermoplastic resin composition 1 described 
in the present invention. 

[0482] In the present invention, the solid piasticizer is employed in combination of at least two kinds of compound 
groups of four kinds of compound groups of the (i)-(iv). As the embodiments thereof, there are enumerated (1) a com- 
bination of the multiester compound 0) with the phosphorus compound (iia). (2) a combination of the multiester com- 
pound (i) with the diester compound (iiia). (3) a combination of the multiester compound (i) with the 
dicyclohexylphthalate (iv). (4) a combination of the phosphorus compound (iia) with the diester compound (iiia). (5) a 
combination of the phosphorus compound (iia) with the dicyclohexylphthalate (iv). (6) a combination of the diester com- 
pound (iiia) with the dicyclohexylphthalate (iv). (7) a combination of the multiester compound (i) with the phosphorus 
compound (iia) and the diester compound Oiia). (8) a combination of the multiester compound Q) with the diester com- 
pound (iiia) and the dicyclohexylphthalate (iv). (9) a combination of the phosphorus compound (iia) with the diester 
compound (iiia) and the dicyclohexylphthalate (iv). and (10) a combination of the multiester compound (i) with the phos- 
phorus compound (iia). the diester compound (iiia). and the dicyclohexylphthalate (iv). Of those, there is preferred a 
combination including compounds included in at least two compounds groups of the three kinds of the compounds 
groups of the multiester compound (i), the phosphorus compound (iia). and the diester compound (iiia). 
[0483] The compounds included in at least two compounds groups of the four kinds of the compounds groups are 
preferably employed in the amount of. for example, 1-99% by weight or so. particularly 5-95% by weight or so and, 
above all, 5-80% by weight or so with respect to total solid plasticizers. 

[0484] In the present invention, the content of the solid piasticizer in the delayed-tack layer is, for example, 30-1000 
parts by weight, preferably 100-1000 parts by weight, more preferably 150-900 parts by weight, and particularly 200- 
800 parts by weight or so based on 100 parts by weight of the thermoplastic resin. In the case that the content of the 
solid piasticizer is less than 30 parts by weight, sufficient tackiness is not occasionally produced in heating and, in the 
case of more than 1000 parts by weight, cohesive force lowers, resulting in that adhesive strength is not occasionally 
produced. 

[0485] In the shrink label of the present invention, since different kind of compounds included in the above-described 
specified compounds groups are employed in combination of a plurality of kinds as the solid piasticizer for allowing to 
contain in the delayed-tack layer, those are readily plasticized by being melted at a sticking temperature of the label, 
and recrystallization of the solid piasticizer is delayed, resulting in that a high transparency and adhesive ability are 
maintained over a long time of period. For that reason, it can be firmly and stably stuck on a vessel, etc. such as a bottle 
for a long time of period. 

[0486] In the present invention, other solid plasticizers except the above-described ones may be optionally employed 
within a range in which an effect in the present invention is not deteriorated. As the other solid plasticizers to be coem- 
ployed, there are enumerated the same compounds as in the thermoplastic resin composition 1 of the present invention 
described hereinabove. 

[0487] As a tacWf ier constructing the delayed-tack layer, the same ones described hereinabove can be employed. The 
tackif ier may be also employed in combination of two or more kinds. 

[0488] The content of the tackifier in the delayed-tack layer is not particularly limited, and it can be appropriately 
selected according to the combination of the thermoplastic resin with the solid plasticizers. In usual, it is preferably 
employed the amount of 10-600 parts by weight, and preferably 20-500 parts by weight based on the 100 parts by 
weight of the thermoplastic resin. 

[0489] In the delayed-tack layer, within a range in which properties are not deteriorated, there may be added usual 
additives such as, for example, an auxiliary for film-forming, a defoaming agent a coatabiiity improver, a thickener, a 
lubricant, a stabilizer (an antioxidant, an ultraviolet ray absorbent, a thermal stabilizer, etc.), an anti-static agent, and an 
anti-blocking agent (inorganic f fliers and organic fillers), etc. As the auxiliary for film-forming, the previously-described 
ones can be employed. 

[0490] The delayed-tack layer can be formed by coating the thermoplastic resin composition containing the thermo- 
plastic resin, the solid plasticizers, and the tackifier on the shrink film. For example, the delayed-tack layer can be 
formed by coating a water-based composition in which the thermoplastic resin is dispersed in water, or by coating after 
dissolving the thermoplastic resin, etc. in an organic solvent and, or by coating after thermally melting the thermoplastic 
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resin, etc. Of those, there is preferred a method of coating a water-based composition in which the thermoplastic resin 
is dispersed in water. 

[0491 ] In the previously-described water-based composition, a dispersant to be employed for dispersing the thermo- 
plastic resin is not particularly limited, and there can be employed any one of an anionic-based, a cationic-based, and 
5 a nonionic-based dispersants which are conventionally publicly-known. As the anionic-based dispersants, there can be 
enumerated carboxylates, sulphates, sulphonates, and phosphonates, etc. Of those, an ammonium carboxytate is pre- 
ferred. As the nonionic-based dispersants. there can be enumerated a polyethylene glycol type and a polyvalent alcohol 
type ones, etc. 

[0492] As a method for preparing the previously-described water-based composition, there can be also employed a 
w variety of methods which are conventionally publicly-known. For example, as the preparation method, there are enu- 
merated a method in which respective components constructing a delayed-tack layer are in advance mixed, and then, 
dispersed in water, a method in which a solid plasticizer is dispersed in a thermoplastic resin emulsion and a tacWf ier 
emulsion, respectively, followed by mixing thereof, a method in which a solid plasticizer is dispersed in water, followed 
by mixing a thermoplastic resin emulsion and a tackifier emulsion with the dispersed liquid. As a method for dispersing 
75 the solid plasticizer into the emulsion or water, there can be exemplified a method in which a molten solid plasticizer is 
dispersed, a method in which a solid plasticizer is dispersed while finely-powdering, and a method in which a finely- 
powdered solid plasticizer is dispersed, etc. 

[0493] It is to be noted that the thermoplastic resin emulsion may be even prepared by an emulsion polymerization 
and, further, it may be also prepared by emulsifying optionally using an additive after obtaining a polymer by other meth- 
20 ods except the emulsion polymerization. For example, a thermoplastic resin emulsion can be prepared by emulsifying 
while adding water after adding an additive (for example, an emulsifier, pH-reguIator, and acid, etc.) to an organic solu- 
tion containing a polymer polymerized under the presence of a water-soluble organic solvent (an alcohol, etc. such as 
isopropyl alcohol), and then by removing the organic solvent 

[0494] In the solid plasticizer in the water-based composition, average particle diameter is preferably 0.5-20 jim or so, 
25 and more preferably 1-15 jim or so. In the case that the average particle diameter is less than 0.5 urn, it is anxious that 
a blocking resistance occasionally lowers or productivity lowers because of requiring a long period for crushing. In the 
case that the average particle diameter is more than 20 jim, a coating surface become roughened, and it is anxious that 
a quality of a label lowers. 

[0495] As methods for coating the thermoplastic resin composition, there can be enumerated by, for example, a 
$o method in which there are used a roll coater, an air-knife coater. a blade coater, a rod coater. a bar coater, a comma 
cater, a gravure coater. and a silk screen coater, etc. Thickness of the delayed-tack layer is, for example, 4-20 jim, and 
preferably 5-15 jim or so. 

[0496] In the shrink label of the present invention, as a shrink film which is a base material, there can be employed a 
thermally-shrinkable plastic film which shows a thermally-shrinkable property to at least one direction, and which is 
35 publicly known and, for example, a polyvinylchloride; a polyolef ine such as a polyethylene and a polypropylene; a sty- 
rene-based resin such as a polystyrene; a polyester such as a polyethylene terephthaJate; and a monoaxially or biaxi- 
ally-oriented film composed of a composite material thereof, etc. thickness of the shrink film is, for example, 1 5-1 50 |oti, 
and preferably 20-120 fun or so. 

[0497] In at least one surface of the shrink film, a printing layer may be formed in which characters and designs, etc. 
40 are printed. 

[0498] The printing layer can be formed through printing by usual printing methods (for example, a letterpress printing, 
a planography, and a gravure printing, etc.). 

[0499] Between the shrink film and the delayed tack layer, a concealing layer may be formed. In the shrink label having 
the concealing layer, in the case that it is applied to vessels, etc. already printed, unnecessary expressions can be con- 

45 cealed from the view which are directly printed on the vessels, etc. The concealing layer can be formed by printing or 
coating a composition containing a substance having a concealing property using usual printing methods or coating 
methods. For example, the concealing layer can be formed by printing a printing ink containing the substance having a 
concealing property, a vehicle (an oil. a resin, a solvent, and a plasticizer, etc.), and additives (wax and a surface active 
agent, etc.) using usual printing methods. 

so [0500] As the substance having a concealing ability, there are enumerated, for example, a white pigment such as tita- 
nium oxide and zinc oxide, a black pigment such as carbon black, a pigment such as a blue-colored pigment; and metal 
powder such as bronze powder, etc. The resin constructing the vehicle is not particularly limited, and there are enumer- 
ated, for example, natural resins (rosin, shellac, and gilsonrte), natural resin derivatives (rosin derivatives, etc.), and 
synthesis resins (a phenol resin, a ketone resin, a polyvinylchloride, a chlorinated polypropylene, an acrylic resin, a pol- 

55 yester resin, a polyamide resin, and a cellulose derivative, etc.). etc. There is preferred the use of a resin which has an 
affinity to the thermoplastic resin constructing a delayed-tack layer in order to prevent peeling from the delayed-tack 
layer on the concealing layer. The concealing layer may be formed by a plurality of layers. It is to be noted that in the 
case that a printing layer is formed on the surface of the delayed-tack layer side in the both surfaces of the shrink film. 
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the concealing layer is formed between the printing layer and the delayed-tack layer. Thickness of the concealing layer 
is, for ©cample. 3-20 Jim, preferably 4-15 jimorsa 

[0501 ] Further, in order to give metallic gloss, a metal-deposited layer may be formed between the shrink film and the 
delayed-tack layer. It is to be noted that in the case that a printing layer is formed on the surface of the delayed-tack 

s layer side in the both surfaces of the shrink film, a metal-deposited layer is formed between the printing layer and the 
delayed-tack layer. As metals for constructing the metal-deposited layer, there are enumerated, for example, aluminum, 
chromium, and nickel, etc. The deposited layer is formed by. for example, a vacuum depositing method, an ion-plating 
method, and a spattering method, etc. which are a usual method. Thickness of the metal-deposited layer is, for exam- 
ple, 0.01-0.5 jxm. and preferably 0.02-0.3 urn or so. 

10 [0502] Although the shrink label of the present invention may be even flat-state, it is often employed in a cylindrical 
shape in which the delayed-tack layer is employed as an insida The shrink label of the present invention can be 
employed for, for example, a plastic vessel such as a so-called PET bottle, a glass vessel, and a metallic vessel, etc. 
[0503] In the shrink label of the present invention, since the compounds contained in specified compound groups are 
errployed in combination of at least two kinds of compounds as a solid plasticizer to be contained in the delayed-tack 

is layer, tackiness can be readily produced by heating, and recrystaHization of the solid plasticizer can be delayed, result- 
ing in that an excellent transparency and adhesive strength can be maintained for a long time of period. For that reason, 
it can be firmly and stably fixed on an article to be stuck such as vessels for a long time of period. 

[Water-based resin composition and a water-based coating agent] 

20 

[0504] There are illustrated respective components for copolymerization of resins which construct the water-based 
resin corrposition of the present invention. In the present invention, a polymerizable unsaturated monomer (G) having 
a hydrolyzable silyl group is employed as one of the components for copolymerization. 

[0505] By the use of the monomer (G) as the components for copolymerization, the hydrolyzable silyl group acts as 
25 a crosslinkable functional group during forming a coating layer, and water resistance, solvent resistance, and adhesion 
in the coating layer can become improved. 

[0506] As the polymerizable unsaturated monomer (G) having a hydrolyzable silyl group, there is enumerated, for 
example, the polymerizable unsaturated monomer having a hydrolyzable silyl group represented by the formula (13) 
shown in the previously-described thermally- and pressure-sensitive adhesive 3 of the present invention. In the fbrmu- 

so lae, meanings of marks and examples of substituted groups are the same as in the above descriptions. 

[0507] The polymerizable unsaturated monomer (G) having a hydrolyzable silyl group includes, for example, the com- 
pounds represented by the formulae (14)-(25) which are shown as a polymerizable unsaturated monomer having a silyl 
group in the previously-descrtoed thermally-and pressure-sensitive adhesive 3 of the present invention. In the formulae, 
meanings of marks and examples of substituted groups are the same as in the above descriptions. 

35 [0508] As the compounds represented by the previously-described formula (1 4), there are enumerated, for example, 
vinyl trichlorosilane, vinylmethyldichlorosilane, vinyldimethyl chlorosilane, vinylmethylphenylchlorosilane, isopropenyl 
trichlorosilane, isopropenylmethyldichlorosilane, isopropenyl dimethylchlorosilane, and isopropenylmethylphenylchlo- 
rosilane, etc. 

[0509] As the compounds represented by the previously-described formula (15), there are enumerated, for example 

40 allyltrichlorosilane, allylmethyldichlorosilane, and allyldimethylchlorosilane, etc. 

[051 0] As the compounds represented by the previously-described formula (16), there are enumerated, for example, 
2-(meth)acryloxyethyltrichlorosilane, 3-(meth)acryloxypropyl trichlorosilane, 2-(meth)acrylQxyethylmethyl dichloroa- 
lane, 3-(meth) acryloxypropylmethyl dichlorosilane, 2-(meth)acryloxyethyldimethylchlorosilane, and 3-(meth)acryloxy- 
propyWimethyl chlorosilane, etc. 

45 [051 1 ] As the compounds represented by the previously-described formula (1 7). there are enumerated, for example, 
vinyltrimethoxysilane, vinyltriethoxysilane, vinyftributoxysilane, vinyltri(hexyloxy)silane, vinyttri(octylaxy)silane. vinyl- 
tri(decyloxy)silane. vinyltri(dodecyloxy)silane. vinyldimethaxymethylsilane. vinyldiethoxymethylsilane. vinylmethoxy- 
dimethylsilane. vinyiethoxydimethylsilane, vinylbutoxydimethylsilane, vinyldiphenylethoxysilane. isopropeny- 
Itrimethoxysilane. isopropenytoiethoxysilane, isopropenyltributoxysilane. isopropenyltri(hexyloxy)silane, isopropenyl- 

so tri(octyloxy)silane, isopropenyltri(decyloxy)silane. isopropeny!tri(dodecyloxy)silane, isopropenyldimethoxymethylsilane, 
isopropenyWiethoxyrnethyl silane, isopropenyimethoxydimethylsilane, isopropenyiethoxy dimethylsilane, isopropenyf- 
butaxydimethylsilane, and vinyftris(2-methQxyethoxy)si!ane, etc. 

[0512] As the compounds represented by the previously-described formula (18), there are enumerated, for example, 
allyltrimethoxysilane, vinyldecyltrimethoxysilane, vinyloctyltrimethoxysilane, vinylphenyltrimethoxysilane, vinytphenyld- 
55 imethoxymethylsilane, vinyiphenylmethoxydimethyl silane, isopropenylphenyitrimethoxysilane, isopropenytphenyl 
dimethoxymethylsflane, and isopropenyiphenyfmethoxydimethyl silane, eta 

[051 3] As the compounds represented by the formula (1 9), there are enumerated, for example, 2-{meth)acrytoxyethyl- 
trimethoxysilane, 2-(meth)acryloxyethyltriethoxysilane, 3-(meth)acryloxypropyl trimethoxysilane, 3-(meth)acryloxypro- 
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pyltriethoxysilane, S-Cmethjacryloxypropylmethyldirnethoxysiiane, 3-(meth)acryloxypropyi diethoxysilane, and 3- 
(meth)acry!oxypropyttris(2-methoxyethoxy)snane t eta 

[0514] As the compounds represented by the previously-described formula (20). there are enumerated, for example, 
3-(allyloxycarbonyl<)-phenylene-carbGxy)p^ propytd- 
s imethoxymethyl silane. 3-(ally!oxycarbonyi-o-phenylene-carboxy)propylmethoxy dimethylsilane, 3-(isopropenylmethyf- 
eneoxycarbonyl-o-pheny!ene-OTrboxy)propyltrimethcsxysi!ane, 3-(isopropenylmethyleneoxy carbonyl-o-phenylene- 
carboxyjpropyldimethoxymethylsilane, and 3-0sopropeny!methyieneoxycartx)nylK>^ 
dimethylsilane, etc. 

10515] As the compounds represented by the previously-described formula (21) t there are enumerated, for example, 
io 3-(vinylphenylamino)propyttrimethoxysflane, 3-(vinylphenylamino) propyltriethoxysilane, 3-(vinylbenzylamino)propyltri- 
methoxy silane, and 3-(vinylbenzylamino)propyltriethaxysilane, etc. 

[0516] As the compounds represented by the previously-described formula (22), there are enumerated, for example, 
3-[vinylphenylenemethylene(ethylenediamino)]propyltrimethoxysilane and 3-[isopropeny!phenylenemethyiene(ethylen- 
ediamino)]propyl trimethoxysilane, etc. 
is [0517] As the compound represented by the previously-described formula (23). there are enumerated, for example, 

2- (vinyloxy)ethyrtrimethoxysilane, 3-(vinyioxy)propyl trimethoxysilane, 4-(viny!oxy)butyitriethoxysilane, and 2-isoprope- 
nyloxy)eth>#rimethaxysilane, etc. 

[0518] As the compounds represented by the previously-described formula (24). there are enumerated, for example. 

3- (allylaxy)propyltrimethoxysilane, 10-(allyloxycarbonyl)decyl trimethoxysilane. 3-(isopropenylmethyleneoxy)propyl tri- 
20 methoxysilane, and 1 0-(isopropylmethyIeneoxycarbonyl)decyl trimethoxysilane. etc. 

[051 9] As the compounds represented by the previously-described formula (25), there are enumerated, for example, 
3-[(meth)acrylQxyethyleneoxy]lpropy»trimethoxysilane and 3-[(meth)acryloxyethyleneoxylpropyldimethQxymethylsilane, 
etc. 

[0520] Further, the polymerizable unsaturated monomer (G) having a hydrolyzable silyl group may be, for example, a 
25 compound having drvinyl group such as divinyldimethoxysilane, divinyldiethoxysilane, and divinyldi(p-methax- 
yethoxy)silana 

[0521] The polymerizable unsaturated monomer (G) having a hydrolyzable silyl group may be employed solely or in 
combination of two or more kinds. A preferred monomer having a silyl group includes, for example, a vinyl-based mon- 
omer having an alkoxysilyl group from a viewpoint of handling, economy, and control of side reactions, etc. 

so [0522] In the present invention, at least one kind of a polymerizable unsaturated monomer (H) having an ion-formable 
group is employed as one of copolymerizable components for resins. By the use of the monomer (H) as a polymerizable 
component, a polymer obtained includes the ion-formable group, resulting in that the polymer is readily emulsified. 
[0523] As the ion-formable group, there is enumerated a cation-formable group such as amino group and imide group, 
and an anion-formable group such as carboxylic group. 

35 [0524] Accordingly, as the monomer (H) having a cation-formable group, there are enumerated, for example, dimeth- 
ylaminoethyl (meth)acrylate, diethylaminoethyl(meth)acrylate, dimethylamino propyl(meth)acrylate, diethytaminopro- 
pyl(meth)acrylate, dimethylaminoethyl(meth)acrylamide. (meth)acrytoyoxyethyl trimethylammoniumchloride, 
(meth)acrytoyoxyethyl trimethylammoniummethosulphate, etc. Such the monomer (H) having a cation-formable group 
may be employed solely or in combination of two or more kinds. 

40 [0525] As the monomer (H) having an anion-formable group, there are enumerated, for example, carboxye- 
thyl(meth)acrytate, carboxypropyl(meth)acrylate, vinyl carboxylic acids [(meth)acrytic acid, ethacrylic acid, crotonic 
acid, soibic acid, maleic acid, itaconic add, and cinnamic acid, etc.], vinyl sulphonic acids [vinyl sutphonic acid, allyl sul- 
phonic acid, vinyl toluenesulphonic acid, styrenesulphonic acid, etc.], (meth)acrylic sulphonic acids [(meth)acrylic sul- 
phoethyl and (meth)acrylic sulphopropyl. etc.], and (meth)acrylamide sulphonic acids [2-acrylamide-2-methylpropane 

45 sulphonate. etc.], etc. Such the monomer (H) having an anion-formable group may be employed solely or in combina- 
tion of two or more kinds. 

[0526] In the present invention, a polymerizable unsaturated monomer (I) having a polydimethylsiloxane structure is 
employed as one of copolymerizable components for resins. By use of the polymerizable unsaturated monomer (I) hav- 
ing a polydimethylsiloxane structure, there can be improved weatherability and stain resistance in a composition 
so obtained. 

[0527] As such the polymerizable unsaturated monomer (I), there is enumerated, for example, a vinyl-terminated or 
(meth)acryloxy-terminated polydimethylsiloxane represented by the formula (11) or (12) described below. 
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(in the formula (11) or (12), "p" is an integer of 1-15) 

[0528] Of those, "p" is preferably 2-6. Further, the polymerizable unsaturated monomer (I) having a polydimethylsi- 
loxane structure can be employed solely or in combination of two or more kinds. 

[0529] In the present invention, other polymerizable unsaturated monomer (J) is allowed to copolymenze in addition 
to the previously-described polymerizable unsaturated monomer (G) having a hydrolyzable silyl group, the polymeriza- 
ble unsaturated monomer (H) having an ion-formable group, and the polymerizable unsaturated monomer (I) having a 
polydimethylsiloxane structure. The other polymerizable unsaturated monomer (J) is appropriately selected from a vari- 
ety of polymerizable unsaturated monomers which are already-known according to uses to which a resin composition 
is flppliod. 

[0530] As such the polymerizable unsaturated monomer (J), there are enumerated, for example, (meth)acrylic-based 
monomers, aromatic vinyls, vinyl esters, vinyls containing halogens, vinyl ethers (for example, vinylethylether. etc.). 
vinyl ketones (for example, methytvinylketone. etc.). vinylheterocyclic compounds (for example, an N-vinyl compound 
such as N-vinylpyrolidone and N-vinylimidazole. and vinyl pyridine, etc.). olefin-based monomer (for example, ethylene 
and propylene, etc.). and an allyl compound (for example, an allyl ester such as allyl acetate), etc. The polymerizable 
unsaturated monomer (J) can be employed solely or in combination of two or more kinds. 

[0531] The (meth)acrylic-based monomers in the polymerizable unsaturated monomer (J) include, for example. 
(meth)acrylates. (meth)acrylamides. and (meth)acrylonitriles, etc. 

[0532] The (meth)acrylates include, for example, an alkyl(meth)acrylate [for example, a C 1 . 18 alkyl(meth)acrylate such 
as methyl(meth)acrylate. ethyl(meth)acrylate. propyl(meth)acrylate. isopropyl(meth)acrylate. butyl(meth)acrvlate. iso- 
butyl(meth)acrylate. t-butyl(meth)acrylate. hexyl(meth)acrylate. octyl(meth)acrylate. 2-ethylhexyl(meth)acrylate. and 
lauryi(meth)acrylate. etc.], a cydoalkyl(meth)acrylate [for example. cyclohexyl(meth)acrylate. etc.]. an ary1(meth)acr- 
ylate [for example, phenyl(meth)acrylate. etc.]. an aralkyl(meth)acrylate [for example. benzyl(meth)acrylate. etc.], a 
hydroxyalkyl(meth)acrylate [for example, a hydrc*y-C2. 4 aikyl(meth)acrylate such as 2-hydroxyethy1(meth)acry1ate, and 
2-hydroxypropy1(meth)acrylate. etc.]. glycidyl(meth)acrylate. a dialkylaminoalkyl(meth)acrylate [for example, a di-C^ 
4 alkytamino-C2 4alkyl(meth)acrylate such as 2-(dimethylamino)ethyl(meth)acrylate and 2-(diethylamino)ethyl 
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(meth)acry!ate], etc. 

[0533] The (meth)acrylamides include, for example, (meth)acrylamide, a hydroxyaIkyi(meth)acry[amide [for exanple, 
an N-hydroxy-(^_ 4 aIkyl(meth)acry1amide such as N-methyloI(meth)acry!amide], an aIkoxyalkyl(meth)acry!amide [for 
example, an N-a!koxy-C 1 . 4 aIkoxy-C 1 ^alkyl(meth)acrylamide such as N-methoxymethyl(meth)acrylamide]. and cfiace- 
5 tone(meth)acryIamkje, etc. 

[0534] Preferred (meth)acrylic-based monomers include, for example, the (meth)acrylate [for example, a Cj. 
18 alkyl(meth)acrylate. a hydroxy-C 2 ^aIkyl(meth)acrylate, glycidyl(meth)acrylate. di-C 1 ^alkylamino-C 2 .4aIkyl(meth)acr- 
ylate, etc.], and the (meth)acrylamides, etc. 

[0535] More preferred (meth)acrylic-based monomers Include, for example, a C^ioaikylacrylate, a 
w 6 alkylmethacrylate, a hydroxy-C2^alkyl(meth)acryIate, glyckJyl(meth)acrylate, and a cfl-C^alkylamino-Cg. 
3 alkyl(meth)acrylate, etc. 

[0536] The aromatic vinyls include, for example, styrene, a-methylstyrene, and vinyl toluene, etc., and styrene is often 
employed. The vinyl esters include, for example, vinyl acetate, vinyl propionate, and vinyl versate (VeoVa, etc.), eta The 
vinyls containing halogens include, for example, vinyl chloride and vinylidene chloride, etc. 

is [0537] Further, as the other polymerizable unsaturated monomer (J), the monomers represented by the formulae 
(26)-(28) shown as the components which are copolymerized with the polymerizable unsaturated monomer having a 
silyl group in the previously-described thermally- and pressure-sensitive adhesive 3 of the present invention. In the for- 
mulae, meanings of marks and examples of substituted groups are the same as in the above descriptions. 
[0538] As the compound represented by the formula (26), for example. vinylbis(dimethylamino)methylsilane, etc. is 

so enumerated. 

[0539] As the compound represented by the formula (27), for example, vinyttri(acetyloxy)silane and vinyldi(acety- 
loxy)methylsilane, etc. are enumerated. 

[0540] As the compound represented by the formula (28), for example, vinyltriphenoxysilane. etc. is enumerated. 
[0541] As such the polymerizable unsaturated monomer (J), in usual, a hard monomer [for example, monomer com- 
2$ ponerrts such as methyl(meth)acry!ate and styrene by which there is formed a homopolymer having a glass transition 
temperature of 80-1 20°C (particularly, 90-1 05°C) or so] is often employed in combination with a soft monomer [for 
example, monomer components such as a C 2 . 10 alk y I acrylate by which there is formed a homopolymer having a glass 
transition temperature of -80 to 10°C (particularly, -85 to - 20° C) or so]. 

[0542] In the case that the hard monomer and the soft monomer are usually employed as such the polymerizable 
30 unsaturated monomer (J), formulation ratio is not particularly limited and, for example, the hard monomer is errployed 
in 10-90% (particularly. 15-85% by weight preferably 20-80% by weight, and more preferably 25-75% by weight par- 
ticularly, 30-70% by weight), and the soft monomer is employed in 10-90% (for example, 15-85% by weight, preferably 
20-80% by weight more preferably 25-75% by weight, and particularly. 30-70% by weight). 

[0543] In the present invention, the above-described respective polymerizable components are solution-polymerized 
35 in a proportion of 0.5-50% by weight of the polymerizable unsaturated monomer (G) having a hydrolyzable silyl group, 
1-20% by weight of the polymerizable unsaturated monomer (H) having an ion-formable group, 1-40% by weight of the 
polymerizable unsaturated monomer (I) having a polydimethyisiloxane structure, and {100 -(total of (G)+(H)+(I))}% by 
weight of the other polymerizable unsaturated monomer (J). 

[0544] The polymerizable unsaturated monomer (G) having a hydrolyzable silyl group is employed in 0.5-50% by 
40 weight of the total polymerizable unsaturated monomers and, particularly, it is preferably 0.5-20% by weight. In the case 
that the proportion of the monomer (G) is less than 5% by weight there is occasionally caused a problem that there end 
in lowering water resistance, solvent resistance, and adhesion in a cured coating layer. On the other hand, in the case 
of exceeding 50% by weight, there is occasionally caused a problem that there end in lowering a polymerization stability 
and storage stability in the water-based resin composition. 
45 [0545] The polymerizable unsaturated monomer (H) having an ion-formable group is employed in 1 -20% by weight of 
the total polymerizable unsaturated monomers and. it is preferably 2-10% by weight In the case that the proportion of 
the monomer (H) is less than 1% by weight, aggregates are produced in emulsifying and, on the other hand, in the case 
of exceeding 20% by weight, water resistance becomes worse in a coating layer formed. 

[0546] The polymerizable unsaturated monomer (I) having a polydimethyisiloxane structure is employed in 1 -40% by 
so weight of the total polymerizable unsaturated monomers and, it is preferably 2-30% by weight In the case that the pro- 
portion of the monomer (I) is less than 1% by weight, there is not obtained an effect of modification by a polydimethyi- 
siloxane, resulting in that water resistance and staining resistance become worse and, on the other hand, in the case 
of exceeding 40% by weight, aggregates are produced in emulsifying, resulting in that an emulsion cannot be stably 
obtained. 

55 [0547] The other polymerizable unsaturated monomer (J) occupies the residual amount except the above-described 
monomers (G), (H), and (I). 

[0548] In the present invention, it is characteristic that the above-described respective copoiymerizabie components 
are solution-polymerized and, the water-based resin composition is obtained by emulsifying through adding water to a 
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resin solution obtained. 

[0549] That is, the above-described respective copolymerizable components are mixed and copolymerized under the 
presence of appropriate solvents to obtain a copolymer, and the copolymer is dissolved or dispersed using an alkali (for 
exarrple, an alkyl amine such as triethylamine. a cyclic amine such as morpholine, an alkanol amine such as triethanol 
s amine, pyridine, and ammonia, etc.) or an acid [for ©cample, an inorganic acid (for example, hydrochloric acid and sul- 
phuric acid, etc.) and an organic acid (for example, a carboxylic acid such as acetic add and propionic acid, and sul- 
phonic acid. etc.)]. It is to be noted that polymerization operation may be even any one of a batchwise style and a 
continuous style. 

[0550] As the organic solvent to be employed in the solution polymerization, there can be enumerated, for example, 
10 an alcohol (for exanple, ethanol, isopropanol, and n-butanol, etc.), an aromatic hydrocarbon (for example, benzene, tol- 
uene, and xylene, etc.), an aliphatic hydrocarbon (for example, pentane, hexane. and heptane, etc.), a cydoaliphatic 
hydrocarbon (for example, cyclohexane, etc.), an ester (for example, ethyl acetate and n-butyl acetate, etc.). a ketone 
(for example, acetone and methylethyiketone. etc.). and an ether (for example, diethylether, diaxane, and tetrahydro- 
furan, etc.), etc. The organic solvents may be employed solely or in combination of two or more kinds. As the organic 
is solvents, there are usually employed an alcohol such as isopropanol, an aromatic hydrocarbon such as toluene, and a 
ketone such as methylethyiketone, etc. 

[0551] Use amount of the organic solvent is not particularly limited and, for example, it can be selected from a range 
of the weight ratio (0.1/1-5/1). preferably (0.5/1-2/1) or so of the organic solvent with respect to total amount of the 
polymerizable unsaturated monomers. 
20 [0552] In the solution polymerization, although polymerization may initiate by irradiation of an electron beam or an 
ultraviolet ray or heating, it is often initiated using a polymerization initiator. 

[0553] As the polymerization initiator, there can be exemplified, for example, an azo compound [for example, azobi- 
sisobutylonitrile. 2.2-azobis(2,4-dimethylvalerolnitrile), azobiscyanovaleric add, 2,2-azobis(2-amidinopropane)hydro- 
chloride. 2.2-azobis(2-amidinopropane)acetate, etc.], an inorganic oxide (for example, persulphates such as potassium 

25 persulphate, sodium persulphate, and ammonium persulphate, hydrogen peroxide, etc.), an organic oxide [for example, 
benzoyl peroxide, di-t-butylperoxide, cumenhydroperoxide, di(2-ethoxyethyl)peroxydicarbonate], and a redox catalyst 
[for example, a sulphite or a bisulphite (for example, an alkali metal salt and ammonium salt, etc.), a catalyst system 
composed of a combination of a reducing agent such as L-ascorbic add and elisorbic add, a persulphate (for example, 
an alkali metal salt and ammonium salt, etc.) with an oxidation agent such as a peroxide, eta]. The polymerization ini- 

30 tiator can be employed solely or in combination of two or more kinds. 

[0554] Use amount of the polymerization initiator can be selected from, for example, a range of 0.00 1 -20% by weight, 
preferably 0.01 -10% by weight (for example, 0.1 -1 0% by weight) or so with respect to total amount of the polymerizable 
unsaturated monomers. 

[0555] Reaction temperature of the solution polymerization is, tor example, 50-1 50°C, and preferably 70-1 30°C or so. 

as Further, reaction time of period is, for example. 1-10 hours, and preferably 2-7 hours or so. It is to be noted that a ter- 
mination point of the polymerization can be identified by disappearance of an absorption (1648 cm" 1 ) by a double bond 
in infrared absorption spectra, or decrease of unreacted monomers using a gas chromatography. 
[0556] It is to be noted that in the case that the polymer contains a cationic group such as amino group, imide group, 
and a cation-formable group, a hydrophilic property is improved by the use of acids, resulting in that the polymer can be 

40 readily dissolved or emulsified. As such the acids, there can be exemplified, for example, an inorganic add (for example, 
hydrochloric add, phosphoric acid, sulfuric add, and nitric add, etc.) and an organic acid [for example, a saturated 
aliphatic monocarboxylic acid such as formic acid, acetic acid, and propionic acid; a saturated aliphatic polycarboxylic 
acid such as oxalic acid and adipic acid; an unsaturated aliphatic monocarboxylic add such as (meth)acrylic acid; an 
unsaturated aliphatic polycarboxylic acid such as maleic add and itaconic acid; and an aliphatic oxy carboxylic add 

45 such as lactic add and citric acid, etc.], eta 

[0557] In the case that the polymer contains an addic group such as carboxylic group, the polymer can be readily 
dissolved or emulsified by the use of a basic compound. As such the basic compound, there can be induded an organic 
base (for exanple, an alkyl amine such as triethylamine. a cydic amine such as morpholine. an alkanol amine such as 
triethanol amine, and pyridine, etc.) and an inorganic base (for example, ammonia and a hydroxide of an alkali metal, 

so etc.), etc. 

[0558] Use amount of the acid can be selected from, for example, a range of add/cationic group=0.3/1 -1 .5/1 (molar 
ratio) or so with respect to total amount of the addic groups. 

[0559] The polymer obtained by a solution polymerization can be emulsified under the presence or the absence of 
organic solvents. 

65 [0560] In the case that the polymer is dissolved or emulsified under the presence of organic solvents, a water-soluble 
organic solvent (for example, an alcohol such as isopropanol) is often employed as an organic solvent In the case that 
the polymer was emulsified under the presence of organic solvents, the organic solvent may be even removed by evap- 
oration, etc. after emulsifying, and an emulsion may also contain the organic solvent It is to be noted that in the case 



63 



EP 0 989 162 A1 



that the organic solvent is removed before emulsifying the polymer, an organic solvent (a ketone such as methyl ethyl- 
ketone) having a low boiling point is occasionally employed. 

[0561 ] In the case mat the polymer obtained by a solution polymerization is emulsified under the presence of organic 
solvents, it can be emulsified by adding water after adding an additive (for example, an emulsif ier. a pH regulator, and 

s an acid, eta) to the organic solution containing the polymer. In the case, it is preferred to gradually add water by drop- 
ping. Emulsifying is preferably carried out at a low temperature, for example, it can be selected from a range of not more 
than 70°C (for example. 5-70°C). and preferably not more than 50°C or so (for exanrple, 10-50°C). 
[0562] After having being emulsified by the addition of water, removal of the organic solvents is often carried out at. 
for example, not more than 80°C (for example, 5-80 9 C) and an ordinary or reduced pressure (for example, 0.0001 -1 nor- 

10 mal atmosphere or so). 

[0563] It is to be noted that in order to control a molecular weight of a polymer in the solution polymerization, there 
may be employed a chain transfer agent for example, an alcohol such as catechol or phenols, thiols, mercaptans (for 
example, n-lauryl mercaptan. n-dodecyl mercaptan. t-dodecyl mercaptan, 3-mercaptopropyl trimethoxysilane, and 3- 
mercaptopropylmethyldimethoxysilane. etc.). 
is [0564] Average particle diameter of polymer particles in the water-based emulsion thus-obtained can be selected 
from a range in which dispersion stability and adhesion are not deteriorated, for example, 0.01-2 fim, preferably 0.1-1 
|nm, more preferably 0.01-0.5 jim, most preferably 0.01-O.3 urn or so. 

[0565] The water-based resin composition of the present invention may be a solution or a water-based emulsion (a 
water-based polymer emulsion). Since such the water-based resin composition is a water-based resin conposition con- 
20 structed without using a special crosslinked resin such as a crosslinked product of an acrylic silicone oligomer having 
a hydrolyzable alkaxysilyl group, it is excellent in handling ability. Further, by the use of the water-based resin conposi- 
tion, there is rare anxiety in air pollution, poisoning, and a fire, etc. and, moreover, there can be obtained a coating hav- 
ing excellent workability. 

[0566] Further, in the water-based resin composition of the present invention, there may be optionally added a variety 
25 of additives, for example, a fluorine resin, a silicone resin, an organic sulphonic acid salt compound, an organic phos- 
phoric acid salt compound, a lubricating substance such as an organic carboxyiic acid salt compound, an antioxidant, 
an ultraviolet ray absorbent, a stabilizer such as a thermal stabilizer, a radical scavenger, a delustering agent an anti- 
static agent a plasticizer, a thickener, and a defoaming agent, which are publicly-known. As described hereinabove, 
there can be prepared a water-based coating agent in which a water-based resin composition is employed. 
30 [0567] Since the water-based resin composition of the present invention is constructed as described hereinabove, It 
is excellent in water resistance, solvent resistance, and adhesion to a base material, and it is also excellent in weather- 
ability and staining resistance. Accordingly, the water-based coating agent in which a water-based resin conposition is 
employed is suitable as an under coating, an over coating, a clear coating, and a lining for a variety of materials. 

35 [Coating composition] 

[0568] There is illustrated a copolymer by which core components are constructed in a core/shell type water-based 
emulsion in the coating composition of the present invention. 

[0569] A poiymerizable unsaturated monomer (K) is represented by the following formula (XXXI). 

40 

CH^CfR^COOR 32 (XXXI) 

(in the formula, R 31 is a hydrogen atom or a methyl group, and R 32 is an epoxy groip or a substituted alkyl group having 
a equivalent group to an epoxy group) 
45 [0570] The epoxy groip or the substituted alkyl group having a equivalent groip to an epoxy group which is R 32 is 
not particularly limited and. for example, there are enumerated groups represented by the formulae (31), (32). and (33) 
described below. 
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[0571 ] In the formulae. R 31 is a hydrogen atom or a methyl group, and X is a halogen atom such as fluorine, chlorine, 
and bromine. 

25 [0572] As the polymerizaWe unsaturated monomer (K) which can be readily obtained, there are more specifically enu- 
merated glycidylmethacrylate, glyckJylethacrylate, p-methylglycidyl methacrylate, (3,4-cyclohexyl)methylmethacrylate, 
and 3-chloro-2-hydroxypropylmethacrylate, etc. 

[0573] The epoxy group or the equivalent group to an epoxy group in the polymerizaWe unsaturated monomer (K) 
reacts with carboxylic group of the copolymer in the shell components, and can form a crosslinked structure. 

30 [0574] The polyvalent epoxy compound (L) is a compound having at least two epoxy groups in the molecule. For 
example, there are enumerated glycidylethers such as bisphenol A diglycidylether, Wsphenol A di-p-methylgiyci- 
dylether, bisphenol F diglycidylether, bisphenol F di-p-methylglycidylether, a brominated bisphenol A diglycidylether, 
tetrahydroxyphenylmethane tetraglycidylether. resorcinol diglycidylether, a novolak diglycidylether, a polyalkyieneglycol 
diglycidylether, glycerinetriglycidylether, and pentaerythritol glyddylether; diglycidylesters such as diglycidyl phthalate, 

35 diglycidyl tetrahydrophthalate, and an ester of a dimer acid; polyvalent glycidylamines such as tetraglycidyl diamin- 
odiphenylmethane and triglyckJylisocyanurate; and an aliphatic epoxy resin such as an epoxidized polybutadiene and 
an epoxidized soybean oil, etc. 

[0575] Of those, there are preferred bisphenol A diglycidylether, bisphenol A di-p-methylglycidylether, bisphenol F dig- 
lycidylether, and bisphenol F di-p-methylglycidylether, eta, which can be readily obtained. 
40 [0576] A residual epoxy group after production of a copolymer of the polyvalent epoxy compound (L) reacts with car- 
boxylic group in the copolymer of the shell components, and can form a crosslinked structure 

[0577] The above-described other polymerizaWe unsaturated monomers (M) which are copolymerizaWe with the 
polymerizaWe unsaturated monomers (K) and/or the polyvalent epoxy compound (L) preferably include at least one 
selected from (meth)acrylates, styrene or a styrene derivative, (meth)acrylonitrile. a vinyl monomer having an amide 

45 bond, a vinyl monomer having hydroxyl group, and a vinyl monomer having a silyl group. 

[0578] As such the (meth)acrylates, there are enumerated alkyl (meth)acrylates having a carbon number of 1-12. and 
preferably 1-8 in the alkyl group. More preferaWy, methyl(meth)acrylate, ethyl(meth)acrylate, propyl(meth)acryiate. n- 
butyl(meth)acrylate, isobutyl(meth)acrylate. t-butyl(meth)acrylate, pentyl(meth)acrylate, hexyl(meth)acrylate, 2-ethyt- 
hexyl(meth)acrylate, octyl(meth)acrylate, isooctyl(meth)acrylate. and cyclohexyl(meth)acrylate, etc. 

so [0579] Of those, there are preferred methyt(meth)acryiate, n-butyl(meth)acrylate, and 2-ethylhexyl(meth)acrylate, and 
cyclohexyl(meth)acrylate, etc. in view of being capaWe of readily obtaining, and being excellent in copolymerizabiiity 
with other vinyl-based monomers. Further, those may be employed solely or in comW nation of two or more kinds. 
[0580] As styrene or the styrene derivative, there are enumerated styrene, a-methylstyrene, p-t-butylstyrene. vinytol- 
uene, and monochlorostyrene, etc. Of those, there are preferred styrene and a-methylstyrene in view of being capable 

55 of readily obtaining, and being excellent in copolymerizabiiity with other vinyl-based monomers. 

[0581] As the vinyl monomer having an amide bond, there are enumerated, for example, aery! amide, methacryt 
amide, and a-ethyl acryl amide; an N-substituted acrylic amide such as N,N-dimethy!acryf amide. N.N-dimethylmeth- 
acryi amide, N-methylacryi amide, N-methylmethacryl amide, N-methyloIacryl amide, and N-methylolmethacryl amide; 
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a dimer of an N-substituted (meth)acryl amide such as methylenebis acryl amide and methylenebis methacryl amide; 
and N-vinylpyroiidone. etc. Of those, there are preferred acryl amide, methacryi amide, N.N-dimethyiacryl amide, and 
N.N-dimethylmethacryl amide in view of being capable of readily obtaining, and being excellent in copolymerizabiirty 
with other vinyl-based monomers except the vinyl monomer having an amide bond. 
5 [0582] As the vinyl monomer having hydroxy! group, there are enumerated, for example, hydroxyethyl(meth)acrylate 
and hydroxypropyI(meth)acrylata 

[0583] As the vinyl monomer having a silyl group, there are enumerated, for example, divinyldimethoxysilane, dM- 
nyldi-p-methoxyethoxysilane, vinyitriethoxysilane, vinyltris-p-methoxyethoxysilane, r(meth)acryloxypropyl trimethox- 
ysilane, r(™eth)acryloxypropyl triethoxysilane, and r(meth)acryloxypropyl methyldiethoxysilane, etc. Of those, there 
10 are preferred r(meth)acryloxypropyl trimethoxysilane and r(meth)acryioxypropyl triethoxysilane, etc. in view of being 
capable of readily obtaining, and stability in an alkoxysilane group. 

[0584] Further, as the polymerizable unsaturated monomers (M), there can also be optionally employed vinyl chloride, 
vinyl acetate, and butadiene, etc. in addition to the above-described monomers within a range in which the purpose of 
the present invention is not deteriorated. 

is [0585] In the present invention, the copolymer constructing the core components is composed of 5-50% by weight of 
the above-described polymerizable unsaturated monomers (K) and/or the above-described polyvalent epoxy com- 
pound (L), and 95-50% by weight of the above-described polymerizable unsaturated monomers (M). In the case that 
the monomers (K) and/or the polyvalent epoxy compound (L) are less than 5% by weight, the number of epoxy group 
in the copolymer is few, and crosslinked structure of the copolymer with carboxylic group is few in the shell components 

20 during curing of a coating layer, resulting in that adhesion is hard to be produced. On the other hand, in the case that 
the (K) and/or the (L) exceeds 50% by weight there become worse an emulsifying stability when preparing a core/shell 
type emulsion and a storage stability when storing the emulsion. The (K) and/or the (L) is preferably 5-20% by weight 
in consideration of the number of carboxylic groups in a copolymer for the shell components. 
[0586] Hereinafter, there is illustrated a copolymer by which the shell components are constructed. 

25 [0587] As the polymerizable unsaturated monomer (N) having carboxylic groups, for example, there are enumerated 
(meth)acrylic acid, an a,p-unsaturated carboxylic acid such as maleic acid, a half ester product of maleic acid, fumaric 
acid, a half ester product of fumaric acid, itaconic acid, a half ester product of itaconic acid, crotonic acid, and cinnamic 
acid; further, a carboxyalkyl(meth)acrylate such as carboxyethyl(meth)acrylate and carboxypropy!(meth)acrylate; and 
an ester of a dicaiboxylic acid with a monohydroxyalkyl acrylate such as phthalic monohydroxyethyl acrylate and suc- 

30 cinic monohydroxyethyl acrylate, etc. 

[0588] Of those, there are preferred acrylic acid and methacrylic acid in view of being capable of readily obtaining, 
and being excellent in copolymerizabiirty with other vinyl-based monomers. 

[0589] As the other polymerizable unsaturated monomers (M) which are copolymerizable with the polymerizable 
unsaturated monomers (N) having carboxylic group, there are employed the same monomers as the previously- 
35 described monomer (M). 

[0590] In the present invention, the copolymer by which the shell components are constructed is corrposed of 2-50% 
by weight of the above-described polymerizable unsaturated monomers (N) having carboxylic groups and 98-50% by 
weight of the above-described polymerizable unsaturated monomers (M). In the case that the monomer (N) is less than 
2% by weight, the number of carboxylic group in the copolymer is few, there become worse an emulsifying stability 

40 when preparing a core/shell type emulsion and a storage stability when storing the emulsion. Further, a crosslinked 
structure of the copolymer with epoxy groups is few in the shell components during curing of a coating layer, resulting 
in that adhesion is hard to be produced. Still further, in the case that it is mixed with a water-soluble silicate, gelling is 
apt to be caused. On the other hand, in the case that the monomer (N) exceeds 50% by weight, a hydrophilic property 
becomes large in the coating layer, resulting in that water resistance becomes worsa The monomer (N) is preferably 5- 

45 30% by weight in consideration of the number of epoxy groups in a copolymer for the core components. 

[0591 ] The core/shell type water-based emulsion (O) employed in the present invention can be prepared, for exarrple, 
as described hereinafter. 

[0592] For example, there is polymerized a copolymer by which the shell components are constructed, and the shell 
components are employed as a polymeric dispersant to emulsify and disperse respective monomer components for a 
so copolymer by which the core components are constructed into water, followed by being synthesized through an emul- 
sion polymerization using a radical polymerization initiator. 

[0593] In more detail, respective monomer components tor a copolymer by which the shell components are con- 
structed, that is, 2-50% by weight of at least one kind of the (N) and 98-50% by weight of at least one kind of the (M) 
are polymerized in an appropriate solvent such as isopropyl alcohol under the presence of a radical polymerization ini- 
65 tiator while agitating at 40-90°C or so. After the polymerization, organic solvents are removed by heating at ordinary 
pressure or reduced pressure while neutralizing carboxylic groups derived from the monomer (N) by addition of. for 
example, an aqueous ammonia, etc. to obtain a water-based copolymer for the shell components. 
[0594] Subsequently, respective monomer components for a copolymer by which the core components are con- 
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structed that is, 5-50% by weight of at least one kind of the (K) and/or at least one kind of the (L) and 95-50% by weight 
of at least one kind of the (M) are allowed to emulsify and disperse into water using the copolymer obtained as a poly- 
meric dispersant, followed by being emulsion-polymerized under the presence of a radical polymerization initiator while 
agitating at 40-90°C or sa 

[0595] As the radical polymerization initiator, conventional ones can be employed and, for example, azobisisobutylo- 
nitrile, benzoyl peroxide, and ammonium persulphate, etc. can be employed. Use amount of the radical polymerization 
initiator may also be appropriately selected. 

[0596] Through such the reaction, a crosslinking is caused between carboxylic groups in the shell components and 
epoxy groups in the core components to form a core/shell type structure. 

[0597] Further, in the preparation of the core/shell type water-based emulsion (O), core/shell weight ratio preferably 
ranges in the core:shell of 9:1 -1 :9. In the case that the core components exceed the range, it becomes difficult to main- 
tain an emulsion stability. 

[0598] On the other hand, in the case that the core components become less than the range, although the emulsion 
stability is sufficient, since carboxylic groups become relatively more, water resistance and chemical resistance are apt 
to lower. The core/shell weight ratio preferably ranges in the corershell of 8:2-2:8. 

[0599] Still further, in the present invention, a glass transition temperature Tg is preferably -40 to 1 00°C in a copolymer 
which constructs the core components, and a glass transition temperature. Tg is preferably -40 to 100°C in a copolymer 
which constructs the shell conponents in the above-described core/shell type water-based emulsion (O) in view of a 
layer-forming ability in a coating layer and adhesion in a heating-cooling cycle. 

[0600] The glass transition terrperature Tg is a value calculated based on a formula by Tobolsky described below. 
The value calculated based on the equation nearly agrees with an actual value. 

1ATg=W 1 /Tg 1 +W 2 /Tg 2 + +W n /Tg n 

[in the formula. Tg is a glass transition temperature (K) of a copolymer. Tg 1( Tg 2 , Tg n are a glass transition tem- 
perature (K) of a homopolymer of respective monomers 1 . 2 n. and , W 2 W n are weight fraction of respec- 
tive monomers 1, 2 n) m 

[0601 ] Particle diameter in the core/shell type water-based emulsion (O) is appropriate in 0.01 -1 ]xm or so. and pre- 
ferred in 0.03-0.8 \im in connection with a mixing stability before the use of the emulsion (O). the water-soluble silicate 
(P). and compatibility in a layer state after coating. ^^ tn 
[0602] Hereinafter, there is illustrated the water-soluble silicate (P) represented by general formula (XXXII). 

M 2 0-xSK>2 (XXXII) 

(in the formula. M represents an alkali metal belonging to the 1 A group in the periodic table, and x is a value of 2.0-7.5). 
[0603] As the alkali metal M in the water-soluble silicate (P). Li. Na. and K are preferred. Further. Y in the water- 
soluble silicate (P) is a value of 2.0-7.5. In the case that V is less than 2.0, water resistance is poor in the coating com- 
position obtained and, on the other hand, in the case that Y exceeds 7.5, adhesion to a base material is poor in the 
coating composition obtained. A preferred value of "x" is 2.0-4.5. 

[0604] Further, in the present invention, the water-soluble silicate (P) is preferably of a complete aqueous solution 
state. Colloidal silicate is poor in a permeability into a base material and adhesion to a base material. Still further, the 
water-soluble silicate (P) may be also employed in combination of two or more kinds. 

[0605] The coating composition of the present invention contains the core/shell type water-based emulsion (O) and 
the water-soluble silicate (P) in the formulating proportion by weight ratio of solid of (0):(P) = 1 0:1 -1 :1 0. In the case that 
formulating amount of the emulsion (O) is more than the range, although adhesion to an over coating becomes good, 
adhesion to an inorganic base material becomes worse. On the other hand, in the case that formulating amount of the 
emulsion (O) is less than the range, although adhesion to an inorganic base material becomes good, adhesion to an 
over coating becomes worse. Although a more appropriate formulating proportion depends upon the core/shell compo- 
nents in the emulsion (O) and the ratio thereof, it is of (0):(P) « 1 :5-5:1 , and preferably of (0):(P) = 1 :5-1 :1 . 
[0606] The coating corrposffion of the present invention can be obtained by mixing the core/shell type emulsion (O) 
with the water-soluble silicate (P). In the case of mixing, there may be employed an auxiliary agent for film-forming such 
as methylcellosolve. carbitol. triethyleneglycol. and texanol. Further, in the coating composition, there may be optionally 
mixed a defoaming agent a thickener, a freezing stabilizer, a wetting agent, pigments, a water-soluble resin, and an 
auxiliary agent for penetrating, which are publicly-known additives. 

[0607] In the coating conposition of the present invention, since miscibilrty is high between the core/shell type emul- 
sion (O) and the water-soluble silicate (P). it is very excellent in storage stability before uses thereof. Further, since mis- 
cibility is good between both, a homogeneous state in the coating composition can be maintained at any one of a period 
of coating onto a base material and a period of forming a coating layer. Still further, adhesion can be improved by. for 
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example, a crosslinking structure formed by epoxy group in a polymer of the core components and carboxylic group in 
a polymer of the shell components through baking of the coating layer. As a result adhesion to a base material is very 
excellent and, moreover, adhesion to an over coating is also very excellent Accordingly, the coating composition of the 
present invention is particularly useful as a surface treating agent for a porous plate or a primer. 

5 

[Examples] 

[0608] Hereinafter, although the present invention is illustrated in more detail based on Examples, the present inven- 
tion is not limited by the Examples. It is to be noted that the average particle diameter of the solid plasticizer is measured 
w based on a median diameter by a laser diffraction type particle size distribution meter (LA-500 manufactured by Horiba 
Seisakusyo, Ltd.). Further, "part" is "part by weight" so far as not being particularly provided. 

Preparation Example A1 

15 [Preparation of bis(cis-3,3,5-trimethylcyclohexyl)phthalate] 

[0609] A 2L glass-made 3-necked flask equipped with an agitator was charged with 313 g (2.2 mol) of ds-3,3,5-tri- 
methylcyclohexanol, 148 g (1.0 mol) of phthalic anhydride, and 1200 ml of toluene (a solvent), followed by allowing to 
react under the presence of 14 g (0.073 mol) of p-toluene sulphonic acid which is a catalyst while ref luxing. Since water 
20 is produced with the progress of a reaction, it was distilled out of a system. The reaction was carried out under a nitro- 
gen atmosphere. After 6 hours, since a determined amount of water was distilled out, the reaction was terminated. 
Reaction liquid was extracted using water, and water was removed from an organic layer using magnesium sulphate, 
followed by concentrating. 

[061 0] 600 ml of methanol was added into a concentrated liquid, followed by crystallizing. A crystalline obtained was 
25 filtered, washed, and dried to obtain 350 g of bis(ds-3.3,5-trimethyicyclohexyl)phthalate (a melting point of 93°C) which 
is a target product Yield is 84%. 

[Preparation of bis(trans-3.3,5-trimethytcydohexyl)phthalate] 

30 [061 1] A 2L glass-made 3-necked flask equipped with an agitator was charged with 313 g (2.2 mol) of trans-3,3,5- 
trimethylcyclohexanol, 1 48 g (1 .0 mol) of phthalic anhydride, and 1 200 ml of tduene (a solvent), followed by allowing to 
react in the presence of 14 g (0.073 mol) of p-toluene sulphonic add which is a catalyst while ref luxing. Since water is 
produced with the progress of a reaction, it was distilled out of a system. The reaction was carried out under a nitrogen 
atmosphere. After 6 hours, since a fixed amount of water was distilled out the reaction was terminated. Reaction liquid 

35 was extracted using water, and water was removed from an organic layer using magnesium sulphate, followed by con- 
centrating. 400 ml of methanol was added into a concentrated liquid, followed by crystallizing. A crystalline obtained 
was filtered, washed, and dried to obtain 326 g of bis(trans-3,3,5-trimethylcyclohexy0phthalate (a melting point of 57°C) 
which is a target product. Yield is 79%. 

[0612] According to the above-described method for the preparation, there were prepared other multi ester com- 
40 pounds such as bis(ds-3,3,5-trimethylcyclohexyl)tereFrfithalate (a melting point of 133°C), bis(trans-3,3,5-trimethylcy- 
clohexyl)terephthalate (a melting point of 103°C), bis(3,5-dimethyl-1-adamantyl)isophthalate (a melting point of 88°C), 
bis(l-adamantyl)isophthalate (a melting point of 141°C), and bis(3.5-dimethyl-1-adamantyl)terephthalate (a melting 
point of 176°C). 

45 Example A1 

(Preparation of a solid plastidzer) 

[061 3] There were mixed 1 00 parts by weight of bis(cis-3,3.5-trimethylcyctohexy0phthalate (a melting point of 93°C) 
so as a solid plasticizer, 1 5 parts by weight of an anionic surface active agent (an ammonium salt of a pdycarboxylic add) 
as a dispersant and 80 parts by weight of water, and those were crushed using a ball mill until attaining to an average 
partide diameter of 2.2 jim to obtain a water dispersion liquid of bis(cis-3,3,5-trimethylcyclohexyl) phthalate. 

(Preparation of a thermally- and pressure-sensitive adhesive) 

65 

[0614] A water-based emulsion of an acrylic-based polymer (2-ethylhexylacrylate-methylmethacrylate-acrylic acid 
copolymer having a glass transition temperature Tg of 28°C) which is a thermoplastic resin, a water-based emulsion of 
a terpene resin which is a tackfier. and water were added to the water dispersion liquid of bis(cis-3.3.5-trimethyicy- 
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c!ohexyl)phthaiate prepared as described hereinabove, followed by agitating until attaining to a uniform liquid to obtain 
a thermally- and pressure-sensitive adhesive having a solid content of 50% by weight. Formulating ratio herein is 26 
parts by weight of the thermoplastic resin (the acrylic-based polymer) and 17 parts by weight of the tackHier (the ter- 
pene resin) based on 100 parts by weight of the solid plasticizer [bisCcis-a.a.S-trimethylcyclohecyOphthalate]. 

s 

(Preparation of a thermally- and pressure-sensitive adhesive sheet and test pieces for measuring an adhesive strength) 

[061 S] The thermally- and pressure-sensitive adhesive prepared as described hereinabove was coated on a surface 
(back surface) of a single side-treated art paper having the density of 84.9 g/m 2 and a polyethylene terephthalate film 

10 (hereinafter, occasionally referred merely to "PET f Bnrf) having the thickness of 25 *im which is treated by a corona dis- 
charge using a barcoater so that a coating amount after drying becomes 12 g/m 2 , followed by drying at 70°C for 2 min- 
utes to obtain a thermally- and pressure-sensitive adhesive sheet The thermally- and pressure-sensitive adhesive 
sheet obtained by coating on the PET film was cut into the size of width of 25 mm and length of 125 mm to prepare test 
pieces. The test pieces were heated at 120°C for 30 seconds to produce tackiness, and placed on a glass plate [Micro 

15 Slide Glass "White Green Polish" manufactured by twaki Glass, Ltd.], followed by sticking through compressing with a 
rubber roll by making one round traverse while loading the weight of 2 kg to prepare test pieces for measuring an adhe- 
sive strength. 

Example A2 

20 

(Preparation of a thermally- and pressure-sensitive adhesive) 

[0616] A water-based emulsion of a styrene-butadiene-acrylic acid copolymer (a glass transition temperature Tg: 
20°C) which is a thermoplastic resin, a water-based emulsion of a hydrogenated terpene resin which is a tacWf ier. and 
25 water were added to the water dispersion liquid of bis(cis-3,3,5-trimethylcyclohexyl)phthalate prepared in the Example 
A1 , followed by agitating until attaining to a uniform liquid to obtain a thermally- and pressure-sensitive adhesive having 
a solid content of 54% by weight Formulating ratio herein is 40 parts by weight of the thermoplastic resin (a styrene- 
butadiene-acrylic acid copolymer) and 26 parts by weight of the tackHier (the terpene resin) based on 100 parts by 
weight of the solid plasticizer [bis(cis-3,3,5-trimethylcyclohexy0phthalate]. 

30 

(Preparation of a thermally- and pressure-sensitive adhesive sheet and test pieces for measuring an adhesive strength) 

[0617] The thermally- and pressure-sensitive adhesive prepared as described hereinabove was coated on a surface 
(back surface) of a single side-treated art paper having the density of 84.9 g/m 2 and a PET film having the thickness of 

35 25 urn which is treated by a corona discharge using a barcoater so that a coating amount after drying becomes 1 2 g/m 2 . 
followed by drying at 70°C for 2 minutes to obtain a thermally- and pressure-sensitive adhesive sheet. The thermal ly- 
and pressure-sensitive adhesive sheet obtained by coating on the PET film was cut into the size of width of 25 mm and 
length of 125 mm to prepare test pieces. The test pieces were heated at 120°C for 30 seconds to produce tackiness, 
and placed on a glass plate [Micro Slide Glass "White Green Polish" manufactured by IwaW Glass, Ltd.], followed by 

40 sticking through compressing with a rubber roll by making one round traverse while loading the weight of 2 kg to prepare 
test pieces for measuring an adhesive strength. 

Example A3 

45 (Preparation of a water dispersion liquid of a solid plasticizer) 

[0618] There were mixed 100 parts by weight of bis(cis-3,3,5-trimethylcydohexy0terephthalate (a melting point of 
133°C) as a solid plasticizer, 15 parts by weight of an anionic surface active agent (an ammonium salt of a polycarbox- 
ylic acid) as a dispersarrt, and 80 parts by weight of water, and those were crushed using a ball mill until attaining to an 
so average particle diameter of 2.6 jim to obtain a water dispersion liquid of bis(cis-3,3,5-trimethylcyclohexyl)terephtha- 
(ata 

(Preparation of a thermally- and pressure-sensitive adhesive) 

55 [061 9] A water-based emulsion of an acrylic-based polymer (2-ethylhexylacrylate-styrene-acryIic acid copolymer hav- 
ing a glass transition temperature Tg of 30°C) which is a thermoplastic resin, a water-based emulsion of a rosin ester 
which is a tacWf ier, and water were added to the water dispersion liquid of bis(cis-3,3,5-trimethylcydohexyl) terephtha- 
late prepared as described hereinabove, followed by agitating until attaining to a uniform liquid to obtain a thermally- 
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and pressure-sensitive adhesive having a solid content of 52% by weight. Formulating ratio is 1 7 parts by weight of the 
thermoplastic resin (the acrylic-based polymer) and 26 parts by weight of the tackifier (the rosin ester) based on 100 
parts by weight of the solid plasticizer tbis(cis-3,3.5-trimethylcyc!ohexyl)terephthaIate]. 

s (Preparation of a thermally- and pressure-sensitive adhesive sheet and test pieces for measuring an adhesive strength) 

[0620] The thermally- and pressure-sensitive adhesive prepared as described hereinabove was coated on a surface 
(back surface) of a single side-treated art paper having the density of 84.9 g/m 2 and a PET film having the thickness of 
25 jim which is treated by a corona discharge using a barcoater so that a coating amount after drying becomes 1 2 g/m 2 , 

w followed by drying at 70°C for 2 minutes to obtain a thermally- and pressure-sensitive adhesive sheet. The thermally- 
and pressure-sensitive adhesive sheet obtained by coating on the PET film was cut into the size of width of 25 mm and 
length of 125 mm to prepare test pieces. The test pieces were heated at 170°C for 30 seconds to produce tackiness, 
and placed on a glass plate [Micro Slide Glass "White Green Polish" manufactured by rwaki Glass, Ltd.], followed by 
sticking through compressing with a rubber roll by making one round traverse while loading the weight of 2 kg to prepare 

is test pieces for measuring an adhesive strength. 

Example A4 

(Preparation of a water dispersion liquid of a solid plasticizer) 

20 

[0621] There were mixed 100 parts by weight of dimenthylphthalate (a melting point of 1 34°C) as a solid plasticizer, 
1 5 parts by weight of an anionic surface active agent (an ammonium salt of a poiycarboxylic acid) as a dispersant and 
80 parts by weight of water, and those were crushed using a ball mill until attaining to an average particle diameter of 
2.5 jim to obtain a water dispersion liquid of dimenthylphthalate. 

25 

(Preparation of a thermally- and pressure-sensitive adhesive) 

[0622] A water-based emulsion of an acrylic-based polymer (2-ethylhexylacryiate-styrene-acrylic acid copolymer hav- 
ing a glass transition temperature Tg of 30°C) which is a thermoplastic resin, a water-based emulsion of a rosin ester 
30 which is a tackifier, and water were added to the water dispersion liquid of dimenthylphthalate prepared as described 
hereinabove, followed by agitating until attaining to a uniform liquid to obtain a thermally-and pressure-sensitive adhe- 
sive having a solid content of 53% by weight. Formulating ratio herein is 17 parts by weight of the thermoplastic resin 
(the acrylic-based polymer) and 26 parts by weight of the tackifier (the rosin ester) based on 100 parts by weight of the 
solid plasticizer (dimenthylphthalate). 

35 

(Preparation of a thermally- and pressure-sensitive adhesive sheet and test pieces for measuring an adhesive strength) 

[0623] The thermally- and pressure-sensitive adhesive prepared as described hereinabove was coated on a surface 
(back surface) of a single side-treated art paper having the density of 84.9 g/m 2 and a PET f Dm having the thickness of 

40 25 jim which is treated by a corona discharge using a barcoater so that a coating amount after drying becomes 1 2 g/m 2 , 
followed by drying at 70°C for 2 minutes to obtain a thermally- and pressure-sensitive adhesive sheet. The thermally- 
and pressure-sensitive adhesive sheet obtained by coating on the PET film was cut into the size of width of 25 mm and 
length of 125 mm to prepare test pieces. The test pieces were heated at 1 70°C for 30 seconds to produce tackiness, 
and placed on a glass plate [Micro Slide Glass "White Green Polish" manufactured by Iwaki Glass, Ltd.], followed by 

45 sticking through compressing with a rubber roll by making one round traverse while loading the weight of 2 kg to prepare 
test pieces for measuring an adhesive strength. 

Example A5 

so (Preparation of a water dispersion liquid of a solid plasticizer) 

[0624] There were mixed 100 parts by weight of dibonylphthalate (a melting point of 136°C) as a solid plasticizer, 15 
parts by weight of an anionic surface active agent (an ammonium salt of a poiycarboxylic acid) as a dispersant and 80 
parts by weight of water, and those were crushed using a ball mill until attaining to an average particle diameter of 2.8 
55 jim to obtain a water dispersion liquid of dibonylphthalate. 
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(Preparation of a thermally- and pressure-sensitive adhesive) 

[0625] A water-based emulsion of an acrylic-based polymer (2-ethyihexylacryIate-styrene-acrylic add copolymer hav- 
ing a glass transition temperature Tg of 30°C) which is a thermoplastic resin and a vinylacetate-based copolymer (a 
vinyiacetate-ethylene copolymer having a glass transition temperature Tg of 7°C), a rater-based emulsion of a terpene 
phenol resin which is a tackif ier, and water were added to the water dispersion liquid of dibonylphthalate prepared as 
described hereinabove, followed by agitating until attaining to a uniform liquid to obtain a thermally-and pressure-sen- 
sitive adhesive having a solid content of 50% by weight Formulating ratio herein is 14.4 parts by weight of the thermo- 
plastic resin (the acrylic-based polymer), 3.6 parts by weight of the thermoplastic resin (the vinylacetate-based 
copolymer), and 26 parts by weight of the tackif ier (the terpene phenol resin) based on 100 parts by weight of the solid 
plasticizer (dibonylphthalate). 

(Preparation of a thermally- and pressure-sensitive adhesive sheet and test pieces for measuring an adhesive strength) 

[0626] The thermally- and pressure-sensitive adhesive prepared as described hereinabove was coated on a surface 
(back surface) of a single side-treated art paper having the density of 84.9 g/m 2 and a PET film having the thickness of 
25 urn which is treated by a corona discharge using a barcoater so that a coating amount after drying becomes 1 2 g/m 2 , 
followed by drying at 70°C for 2 minutes to obtain a thermally- and pressure-sensitive adhesive sheet. The thermally- 
and pressure-sensitive adhesive sheet obtained by coating on the PET film was cut into the size of width of 25 mm and 
length of 125 mm to prepare test pieces. The test pieces were heated at 170°C for 30 seconds to produce tackiness, 
and placed on a glass plate [Micro Slide Glass "White Green Polish" manufactured by IwaW Glass, Ltd.], followed by 
sticking through compressing with a rubber roil by making one round traverse while loading the weight of 2 kg to prepare 
test pieces for measuring an adhesive strength. 

Example A6 

(Preparation of a water dispersion liquid of a solid plasticizer) 

[0627] There were mixed 1 00 parts by weight of bis(4-t-butylcyclohexyl)phthalate (a melting point of 1 1 6°C) as a solid 
plasticizer, 15 parts by weight of an anionic surface active agent (an ammonium salt of a polycarboxylic acid) as a dis- 
persant and 80 parts by weight of water, and those were crushed using a ball mill until attaining to an average particle 
diameter of 2.6 jim to obtain a water dispersion liquid of bis(4-t-butylcyclohexyl)phthalata 

(Preparation of a thermally- and pressure-sensitive adhesive) 

[0628] A water-based emulsion of an acrylic-based polymer (2-ethyihexylacrylate-styrene-acrylic acid copolymer hav- 
ing a glass transition temperature Tg of 30°C) which is a thermoplastic resin, a water-based emulsion of a terpene resin 
which is a tackif ier. and water were added to the water dispersion liquid of bis(4-t-butylcyclohexyl)phthalate prepared 
as described hereinabove, followed by agitating until attaining to a uniform liquid to obtain a thermally- and pressure- 
sensitive adhesive having a solid content of 50% by weight. Formulating ratio herein is 17 parts by weight of the ther- 
moplastic resin (the acrylic-based polymer) and 26 parts by weight of the tackif ier (the terpene resin) based on 100 
parts by weight of the solid plasticizer [bis(4-t-butylcyclohexy0 phthalate]. 

(Preparation of a thermally- and pressure-sensitive adhesive sheet and test pieces for measuring an adhesive strength) 

[0629] The thermally- and pressure-sensitive adhesive prepared as described hereinabove was coated on a surface 
(back surface) of a single side-treated art paper having the density of 84.9 g/m 2 and a PET film having the thickness of 
25 \im which is treated by a corona discharge using a barcoater so that a coating amount after drying becomes 1 2 g/m 2 , 
followed by drying at 70°C for 2 minutes to obtain a thermally- and pressure-sensitive adhesive sheet. The thermally- 
and pressure-sensitive adhesive sheet obtained by coating on the PET film was cut into the size of width of 25 mm and 
length of 125 mm to prepare test pieces. The test pieces were heated at 140°C for 30 seconds to produce tackiness, 
and placed on a glass plate [Micro Slide Glass "white Green Polish" manufactured by IwaW Glass, Ltd.], followed by 
sticking through compressing with a rubber roll by making one round traverse while loading the weight of 2 kg to prepare 
test pieces for measuring an adhesive strength. 
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Example A7 

(Preparation of a water dispersion liquid of a solid plasticizer) 

s [0630] There were mixed 100 parts by weight of bis(trans-3.3.5-trimethyIcyc!ohexy0terephttelate (a melting point of 
103°C) as a solid plasticizer, 15 parts by weight of an anionic surface active agent (an ammonium salt of a polycarbox- 
ylic acid) as a dispersant and 80 parts by weight of water, and those were crushed using a ball mill until attaining to an 
average particle diameter of 2.5 jim to obtain a water dispersion liquid of bis(trans-3,3.5-trime%icyclohexyl)terephtha- 
late. 

10 

(Preparation of a thermally- and pressure-sensitive adhesive) 

[0631] A water-based emulsion of a styrene-butadiene-acrylic acid copolymer (a glass transition terrperature Tg: 
20°C) which is a thermoplastic resin, a water-based emulsion of a hydrogenated terpene resin which is a tackifier, and 
is water were added to the water dispersion liquid of bis(trans-3,3,5-trimethylcyc!ohexyl) terephthalate prepared as 
described hereinabove, followed by agitating until attaining to a uniform liquid to obtain a thermally-and pressure-sen- 
sitive adhesive having a solid content of 52% by weight Formulating ratio herein is 40 parts by weight of the thermo- 
plastic resin (the styrene-butadiene-acrylic acid copolymer) and 26 parts by weight of the tackifier (the hydrogenated 
terpene resin) based on 100 parts by weight of the solid plasticizer [bis(trans-3.3,5-trimethylcyclohexy0terephthalate]. 

20 

(Preparation of a thermally- and pressure-sensitive adhesive sheet and test pieces for measuring an adhesive strength) 

[0632] The thermally- and pressure-sensitive adhesive prepared as described hereinabove was coated on a surface 
(back surface) of a single side-treated art paper having the density of 84.9 gtoi 2 and a PET film having the thickness of 

25 25 fim which is treated by a corona discharge using a barcoater so that a coating amount after drying becomes 1 2 g/m 2 , 
followed by drying at 70°C for 2 minutes to obtain a thermally- and pressure-sensitive adhesive sheet. The thermally- 
and pressure-sensitive adhesive sheet obtained by coating on the PET film was cut into the size of width of 25 mm and 
length of 125 mm to prepare test pieces. The test pieces were heated at 140°C for 30 seconds to produce tackiness, 
and placed on a glass plate [Micro Slide Glass "White Green Polish" manufactured by IwaW Glass, Ltd.], followed by 

so sticking through compressing with a rubber roil by making one round traverse while loading the weight of 2 kg to prepare 
test pieces for measuring an adhesive strength. 

Example A8 

35 (Preparation of a water dispersion liquid of a solid plasticizer) 

[0633] There were mixed 1 00 parts by weight of bis(3,5-dimethyl-1 -adamantyl)isophtha!ate (a melting point of 88°C) 
as a solid plasticizer, 15 parts by weight of an anionic surface active agent (an ammonium salt of a polycarboxylic acid) 
as a dispersant and 80 parts by weight of water, and those were crushed using a ball mill until attaining to an average 
40 particle diameter of 2.5 jim to obtain a water dispersion liquid of bis(3,5-dimethyl-1 -adamanty!) isophthalate. 

(Preparation of a thermally- and pressure-sensitive adhesive) 

[0634] A water-based emulsion of an acrylic-based copolymer (2-ethylhexytacrylate-methylmethacrylate-styrene- 
46 acrylic acid copolymer, a glass transition temperature Tg: 28°C) which is a thermoplastic resin, a water-based emulsion 
of a terpene phenol resin which is a tackifier, and water were added to the water dispersion liquid of bis(3,5-dimethyl-1 - 
adamantyOisophthalate prepared as described hereinabove, followed by agitating until attaining to a uniform liquid to 
obtain a thermally- and pressure-sensitive adhesive having a solid content of 53% by weight 

[0635] Formulating ratio herein is 27 parts by weight of the thermoplastic resin (the acrylic-based polymer) and 27 
so parts by weight of the tackifier (the terpene phenol resin) based on 100 parts by weight of the solid plasticizer Dbis(3 ( 5- 
dimethyM -adamanty!) isophthalate]. 

(Preparation of a thermally- and pressure-sensitive adhesive sheet and test pieces for measuring an adhesive strength) 

ss [0636] The thermally- and pressure-sensitive adhesive prepared as described hereinabove was coated on a surface 
(back surface) of a single side-treated art paper having the density of 84.9 g/m 2 and a PET film having the thickness of 
25 jim which is treated by a corona discharge using a barcoater so that a coating amount after drying becomes 1 2 g/m 2 , 
followed by drying at 70°C for 2 minutes to obtain a thermally- and pressure-sensitive adhesive sheet. The thermally- 
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and pressure-sensitive adhesive sheet obtained by coating on the PET film was cut into the size of width of 25 mm and 
length of 125 mm to prepare test pieces. The test pieces were heated at 120°C for 30 seconds to produce tackiness, 
and placed on a glass plate [Micro Slide Glass "White Green Polish" manufactured by IwaW Glass. Ltd.]. followed by 
sticking through confessing with a rubber roll by making one round traverse while loading the weight of 2 kg to prepare 
test pieces for measuring an adhesive strength. 

Example A9 

(Preparation of a water dispersion liquid of a solid plasticizer) 

[06371 There were mixed 100 parts by weight of bis(1-adamantyl)isophtha!ate (a melting point of 141°C) as a solid 
plasticizer, 15 parts by weight of an anionic surface active agent (an ammonium salt of a polycarboxyiic acid) as a cfis- 
persant and 80 parts by weight of water, and those were crushed using a ball mill until attaining to an average particle 
diameter of 2.8 urn to obtain a water dispersion liquid of bis(1-adamantyl)isophthalate. 

(Preparation of a thermally- and pressure-sensitive adhesive) 

[0638] A water-based emulsion of an acrylic-based copolymer (2-ethylhexylacrylate-styrene-acrylic acid copolymer, 
a glass transition temperature Tg: 30°C) which is a thermoplastic resin, a water-based emulsion of a terpene phenol 
resin which is a tackrfier, 2.2,4-trimethyl-1.3-pentanediol monoisobutylate which is an auxiliary agent for film-forming, 
and water were added to the water dispersion liquid of bis(1-adamantyl)isophthalate prepared as described herein- 
above, followed by agitating until attaining to a uniform liquid to obtain a thermally and pressure-sensitive adhesive hav- 
ing a solid content of 50% by weight. Formulating ratio herein is 14 parts by weight of the thermoplastic resin (the 
acrylic-based copolymer), 28 parts by weight of the tackrfier (the terpene phenol resin), and 4 parts by weight of the 
auxiliary agent for film-forming based on 100 parts by weight of the solid plasticizer [bis(1-adamanty0isophthalate]. 

(Preparation of a thermally- and pressure-sensitive adhesive sheet and test pieces for measuring an adhesive strength) 

[0639] The thermally- and pressure-sensitive adhesive prepared as described hereinabove was coated on a surface 
(back surface) of a single side-treated art paper having the density of 84.9 g/m 2 and a PET f ilm having the thicknessof 
25 urn which is treated by a corona discharge using a barcoater so that a coating amount after drying becomes 1 2 g/m 2 . 
followed by drying at 70°C for 2 minutes to obtain a thermally- and pressure-sensitive adhesive sheet. The thermally- 
and pressure-sensitive adhesive sheet obtained by coating on the PET film was cut into the size of width of 25 mm and 
length of 125 mm to prepare test pieces. The test pieces were heated at 180°C for 30 seconds to produce a pressure- 
sensitive adhesive property, and placed on a glass plate [Micro Slide Glass White Green Polish"" manufactured by IwaW 
Glass, Ltd.], followed by sticking through compressing with a rubber roll by making one round traverse while loading the 
weight of 2 kg to prepare test pieces for measuring an adhesive strength. 

Example A10 

(Preparation of a water dispersion liquid of a solid plasticizer) 

[0640] There were mixed 95 parts by weight of bis(cis-3.3,5-trimethylcycIohexy0phthalate (a melting point of 93°C) 
and 5 parts by weight of bis(trans-3.3,5-trimethylcyclohexy0phthalate (a melting point of 57°C) as a solid plasticizer, 15 
parts by weight of an anionic surface active agent (an ammonium salt of a polycarboxyiic acid) as a dispersant. and 80 
parts by weight of water, and those were crushed using a ball mill until attaining to an average particle diameter of 2.8 
jim to obtain a water dispersion liquid of bis(cis-3.3,5-trimethylcyclohexyI)phthalate and bis (trans-3.3.5-trimethylcy- 
clohexyl)phthalate. 

(Preparation of a thermally- and pressure-sensitive adhesive) 

[0641 ] A water-based emulsion of an acrylic-based copolymer (2-ethylhexylacrylate-styrene-acrylic add copolymer, 
a glass transition temperature Tg: 30°C) which is a thermoplastic resin, a water-based emulsion of a terpene phenol 
resin which is a tackrfier, and water were added to the water dispersion liquid of bis(cis-3,3.5-trimethylcyclohexy0phtha- 
tate and bis(trans-3,3,5-trimethylcyclohexy1)phthalate prepared as described hereinabove, followed by agitating until 
attaining to a uniform liquid to obtain a thermally- and pressure-sensitive adhesive having a solid content of 52% by 
weight. Formulating ratio herein is 14 parts by weight of the thermoplastic resin (the acrylic-based copolymer) and 28 
parts by weight of the tackrfier (the terpene phenol resin) based on 95 parts by weight of bis(cis-3,3.5-trimethylcy- 
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c!ohexyl)phtha!ate and 5 parts by weight of bis(trans-3.3 P 5-trimethylcydohexyl)phthalate which are the solid plasticizer. 
(Preparation of a thermally- and pressure-sensitive adhesive sheet and test pieces for measuring an adhesive strength) 

s [0642] The thermally- and pressure-sensitive adhesive prepared as described hereinabove was coated on a surface 
(back surface) of a single side-treated art paper having the density of 84.9 g/m 2 and a PET film having the thickness of 
25 jim which is treated by a corona discharge using a barcoater so that a coating amount after drying becomes 12 g/m 2 , 
followed by drying at 70°C for 2 minutes to obtain a thermally and pressure-sensitive adhesive sheet The thermally- 
and pressure-sensitive adhesive sheet obtained by coating on the PET film was cut into the size of width of 25 mm and 

w length of 125 mm to prepare test pieces. The test pieces were heated at 120°C for 30 seconds to produce tackiness, 
and placed on a glass plate [Micro Slide Glass "White Green Polish" manufactured by Iwaki Glass, Ltd.], followed by 
sticking through compressing with a rubber roll by making one round traverse while loading the weight of 2 kg to prepare 
test pieces for measuring an adhesive strength. 

is Example A11 

(Preparation of a water dispersion liquid of a solid plasticizer) 

[0643] There were mixed 50 parts by weight of bis(cis-3,3 l 5-trimethylcyclohexyI)phthalate (a melting point of 93°C) 
20 and 50 parts by weight of dicyclohexylterephthalate (a melting point of 89°C) as a solid plasticizer, 15 parts by weight 
of an anionic surface active agent (an ammonium salt of a polycarboxylic acid) as a dispersant, and 80 parts by weight 
of water, and those were crushed using a bail mill until attaining to an average particle diameter of 2.5 \im to obtain a 
water dispersion liquid of bis(cis-3,3,5-trimethylcyclohexyl)phthalate and dicyclohexyi terephthalata 

25 (Preparation of a thermally- and pressure-sensitive adhesive) 

[0644] A water-based emulsion of an acrylic-based copolymer (2-ethylhexylacrytate-styrene-acryiic add copolymer, 
a glass transition temperature Tg: 30°C) which is a thermoplastic resin, a water-based emulsion of a hydrogenated ter- 
pene resin which is a tackifier, and water were added to the water dispersion liquid of bis(cis-3,3,5-trimethylcy- 
so clohexyQphthalate and dicyclohexylterephthalate prepared as described hereinabove, followed by agitating until 
attaining to a uniform liquid to obtain a thermally- and pressure-sensitive adhesive having a solid content of 54% by 
weight Formulating ratio herein is 27 parts by weight of the thermoplastic resin (the acrylic-based copolymer) and 27 
parts by weight of the tackifier (the hydrogenated terpene phenol resin) based on 50 parts by weight of bis(cis-3,3,5- 
trimethylcyclohexyl) phthalate and 50 parts by weight of dicyclohexylterephthalate which are the solid plasticizer. 

35 

(Preparation of a thermally- and pressure-sensitive adhesive sheet and test pieces for measuring an adhesive strength) 

[0645] The thermally- and pressure-sensitive adhesive prepared as described hereinabove was coated on a surface 
(back surface) of a single side-treated art paper having the density of 84.9 g/m 2 and a PET film having the thickness of 

40 25 \im which is treated by a corona discharge using a barcoater so that a coating amount after drying becomes 1 2 g/m 2 , 
followed by drying at 50°C for 2 minutes to obtain a thermally- and pressure-sensitive adhesive sheet. The thermally- 
and pressure-sensitive adhesive sheet obtained by coating on the PET film was cut into the size of width of 25 mm and 
length of 125 mm to prepare test pieces. The test pieces were heated at 120°C for 30 seconds to produce tackiness, 
and placed on a glass plate [Micro Slide Glass "White Green Polish" manufactured by Iwaki Glass, Ltd.], followed by 

45 sticking through compressing with a rubber roll by making one round traverse while loading the weight of 2 kg to prepare 
test pieces for measuring an adhesive strength. 

Example A12 

so (Preparation of a water dispersion liquid of a solid plasticizer) 

[0646] There were mixed 100 parts by weight of bis(3,5<limethyl-1-adamantyl)terephthalate (a melting point of 
1 76°C) as a sold plasticizer, 15 parts by weight of an anionic surface active agent (an ammonium salt of a polycarbox- 
ylic acid) as a dispersant, and 80 parts by weight of water, and those were crushed using a ball mill until attaining to an 
65 average particle diameter of 2.8 fim to obtain a water dispersion liquid of bis(3,5-dimethyl-1 -adamantyl) terephthalata. 
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(Preparation of a thermally- and pressure-sensitive adhesive) 

[0647] A water-based emulsion of an acrylic-based copolymer (2-ethyihexyIacrylate-methyImethacrylate-styrene- 
acryiic acid copolymer, a glass transition temperature Tg: 28°C) which is a thermoplastic resin, a water-based emulsion 
s of a terpene phenol resin which is a tacWf ier, and water were added to the water dispersion liquid of bis(3.5-dimethyl-1 - 
adamantyOterephthalate prepared as described hereinabove, followed by agitating until attaining to a uniform liquid to 
obtain a thermally- and pressure-sensitive adhesive having a solid content of 53% by weight 

[0648] Formulating ratio herein is 27 parts by weight of the thermoplastic resin (the acrylic-based copolymer) and 27 
parts by weight of the tacWfier (the teipene phenol resin) based on 100 parts by weight of the solid plasticizer [bis(3,5- 
10 dimethyM -adamantyl) terephthalate]. 

(Preparation of a thermally- and pressure-sensitive adhesive sheet and test pieces for measuring an adhesive strength) 

[0649] The thermally- and pressure-sensitive adhesive prepared as described hereinabove was coated on a surface 
is (back surface) of a single side-treated art paper having the density of 84.9 g/m 2 and a PET film having the thickness of 
25 *im which is treated by a corona discharge using a barcoater so that a coating amount after drying becomes 12 g/m 2 , 
followed by drying at 70°C for 2 minutes to obtain a thermally- and pressure-sensitive adhesive sheet. The thermally- 
and pressure-sensitive adhesive sheet obtained by coating on the PET film was cut into the size of width of 25 mm and 
length of 125 mm to prepare test pieces. The test pieces were heated at 120°C for 30 seconds to produce tackiness. 
20 and placed on a glass plate [Micro Slide Glass "White Green Polish" manufactured by Iwaki Glass, Ltd.], followed by 
sticking through confessing with a rubber roll by making one round traverse while loading the weight of 2 kg to prepare 
test pieces for measuring an adhesive strength. 

Comparative Example A1 

25 

(Preparation of a water dispersion liquid of a solid plasticizer) 

[0650] There were mixed 1 00 parts by weight of dicyclohexylphthalate (a melting point of 65°C) as a solid plasticizer, 
15 parts by weight of an anionic surface active agent (an ammonium salt of a polycarboxyiic acid) as a dispersant. and 
30 80 parts by weight of water, and those were crushed using a ball mill until attaining to an average particle diameter of 
2.2 jim to obtain a water dispersion liquid of dicyclohexylphthalate. 

(Preparation of a thermally- and pressure-sensitive adhesive) 

35 [0651 ] A water-based emulsion of an acrylic-based copolymer (2-ethylhexylacrylate-methylmethacrylate-acrylic acid 
copolymer, a glass transition temperature Tg: 28°C) which is a thermoplastic resin, a water-based emulsion of a ter- 
pene resin which is a tacWf ier, and water were added to the water dispersion liquid of dicyclohexylphthalate prepared 
as described hereinabove, followed by agitating until attaining to a uniform liquid to obtain a thermally- and pressure- 
sensitive adhesive having a solid content of 50% by weight. Formulating ratio herein is 26 parts by weight of the ther- 

40 moplastic resin (the acrylic-based copolymer) and 1 7 parts by weight of the tacWf ier (the terpene resin) based on 100 
parts by weight of the solid plasticizer (dicyclohexylphthalate). 

(Preparation of a thermally- and pressure-sensitive adhesive sheet and test pieces for measuring an adhesive strength) 

45 [0652] The thermally- and pressure-sensitive adhesive prepared as described hereinabove was coated on a surface 
(back surface) of a single side-treated art paper having the density of 84.9 g/m 2 and a PET film having the thickness o* 
25 jim which is treated by a corona discharge using a barcoater so that a coating amount after drying becomes 1 2 g/m 2 , 
followed by drying at 40°C for 2 minutes to obtain a thermally- and pressure-sensitive adhesive sheet. The thermally- 
and pressure-sensitive adhesive sheet obtained by coating on the PET film was cut into the size of width of 25 mm and 

so length of 125 mm to prepare test pieces. The test pieces were heated at 120°C for 30 seconds to produce tackiness, 
and placed on a glass plate [Micro Slide Glass "White Green Polish" manufactured by IwaW Glass, Ltd.], followed by 
sticking through compressing with a rubber roll by making one round traverse while loading the weight of 2 kg to prepare 
test pieces for measuring an adhesive strength. 

55 
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Comparative Example A2 

(Preparation of a thermally- and pressure-sensitive adhesive) 

ff [0653] A water-based emulsion of a styrene-butadiene-acrylic add copolymer (a glass transition terrperature Tg: 
28°C) which is a thermoplastic resin, a water-based emulsion of a hydrogenated terpene resin which is a tackifier, and 
water were added to the water dispersion liquid of dicyclohexylphthalate prepared in the Comparative Exanple A1 , fol- 
lowed by agitating until attaining to a uniform liquid to obtain a thermally- and pressure-sensitive adhesive having a solid 
content of 52% by weight. Formulating ratio herein is 40 parts by weight of the thermoplastic resin (the styrene-butadi- 

w ene-acrylic acid copolymer) and 26 parts by weight of the tackif ier (the hydrogenated terpene resin) based on 1 00 parts 
by weight of the solid piasticizer (dicyclohexylphthalate). 

(Preparation of a thermally- and pressure-sensitive adhesive sheet and test pieces for measuring an adhesive strength) 

is [0654] The thermally- and pressure-sensitive adhesive prepared as described hereinabove was coated on a surface 
(back surface) of a single side-treated art paper having the density of 84.9 g/m 2 and a PET film having the thickness of 
25 |im which is treated by a corona discharge using a barcoater so that a coating amount after drying becomes 1 2 g/m 2 , 
followed by drying at 40°C for 2 minutes to obtain a thermally- and pressure-sensitive adhesive sheet. The thermally- 
and pressure-sensitive adhesive sheet obtained by coating on the PET film was cut into the size of width of 25 mm and 

20 length of 125 mm to prepare test pieces. The test pieces were heated at 120°C for 30 seconds to produce tackiness, 
and placed on a glass plate [Micro Slide Glass "White Green Polish" manufactured by IwaW Glass. Ltd.], followed by 
sticking through compressing with a rubber roll by making one round traverse while loading the weight of 2 kg to prepare 
test pieces for measuring an adhesive strength. 

25 Comparative Example A3 

[0655] A water-based emulsion of an acrylic-based copolymer (2-ethylhexylacrylate-styrene-acrylic acid copolymer, 
a glass transition temperature Tg: 30°C) which is a thermoplastic resin, a water-based emulsion of a rosin ester which 
is a tackif ier, and water were added to the water dispersion liquid of dicyclohexylphthalate prepared in the Comparative 
30 Example A1 , followed by agitating until attaining to a uniform liquid to obtain a thermally- and pressure-sensitive adhe- 
sive having a solid content of 52% by weight. Formulating ratio is 17 parts by weight of the thermoplastic resin (the 
acrylic-based copolymer) and 26 parts by weight of the tackif ier (the rosin ester) based on 100 parts by weight of the 
solid piasticizer (cyclohexylphthalate). 

36 (Preparation of a thermally- and pressure-sensitive adhesive sheet and test pieces for measuring an adhesive strength) 

[0656] The thermally- and pressure-sensitive adhesive prepared as described hereinabove was coated on a surface 
(back surface) of a single side-treated art paper having the density of 84.9 g/m 2 and a PET film having the thickness of 
25 \im which is treated by a corona discharge using a barcoater so that a coating amount after drying becomes 1 2 g/m 2 , 

40 followed by drying at 40°C for 2 minutes to obtain a thermally- and pressure-sensitive adhesive sheet. The thermally- 
and pressure-sensitive adhesive sheet obtained by coating on the PET film was cut into the size of width of 25 mm and 
length of 125 mm to prepare test pieces. The test pieces were heated at 120°C for 30 seconds to produce tackiness, 
and placed on a glass plate [Micro Slide Glass "White Green Polish" manufactured by IwaW Glass, Ltd.], followed by 
sticking through compressing with a rubber roll by making one round traverse while loading the weight of 2 kg to prepare 

45 test pieces for measuring an adhesive strength. 

(Performance test) 
(Adhesive strength) 

so 

[0657] Test pieces for adhesive strength test were prepared, and then the test pieces were placed at an atmosphere 
of 23°C and 50% RH for 1 day, and then an adhesive strength was measured at a tensile speed of 300 mm/minute and 
a peeling angle of 180° using a tensile tester (Tensilon UCT-5T manufactured by Orientech, Ltd.). Results are shown in 
Table 1. 

55 

(Blocking resistance) 

[0658] 4 layers of the thermally- and pressure-sensitive adhesive sheet obtained by coating on a single side-treated 
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art paper were laminated so that a gloss surface (surface) of the single side-treated art paper was put into contact wrth 
another surface (back surface) on which the thermally- and pressure-sensitive adhesive is coated, at the loading the 
weight of 500 g/cm 2 and an atmosphere of 55°C for 24 hours, followed by evaluating a blocking resistance according to 
the following standards. Results are shown in Table 1 . 



5 
4 

10 3 
2 
1 

15 



20 



ft was peeled without a peeling resistance. 

It was peeled while slightly sounding when being peeled. 

It was peeled while continuously sounding when being peeled. 

Fibers of the paper were partially left on a pressure-sensitive adhesive layer when being peeled. 
Paper was broken by blocking. 



Table 1 



30 



36 



40 





Adhesive strength(gt/25 
mm) 


Blocking resistance 


Example A1 


1150 


5 


Example A2 


1350 


4 


Example A3 


1000 


5 


Example A4 


1080 


5 


Example A5 


1100 


5 | 


Example A6 


1130 


5 


Example A7 


1300 


5 ! 


Example A8 


1150 


5 | 


Example A9 


980 


5 


Example A10 


1250 


4 


Example A1 1 


1180 


4 


Example A12 


990 


5 


Comparative Example A1 


750 


1 


Comparative Example A2 


950 


1 


Comparative Example A3 


530 


1 



[0659] From the results of the Table 1 . it is confirmed that the thermally- and pressure-sensitive adhesive sheets in 
the Examples A1-A12 are more excellent in adhesive strength and blocking resistance compared to the pressure-sen- 
sitive adhesive sheets in the Comparative Examples A1-A3. 



Example A13 

so [0660] Using rats [F344/N(SPF), male, age in week at a period of experimentation: 42 days, Japan SLC. Ltd.], an influ- 
ence of 4 kinds of phthalates on testes was tested as described below. 

[0661] ft is to be noted that 10 rats (n=10) per 1 group were used in tests at respective conditions. Before administra- 
tion starvation was continued for 16 hours, and administration was conducted in the morning. Further, in relation to 
feeding, CRF-1 (manufactured by Oriental Enzyme Industries, Ltd.) was given over 6 hours after the administration. In 
55 relation to intake of water, Himeji municipal water was freely given. 
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(Experimentation 1) 

[0662] 8 ml of an olive oil of a pharmacopeia grade (Lot No. 998521 manufactured by Yoshida Seiyaku, Ltd.) was 
added to 2 g of bis(cis-3.3,5-trimethylcydohexyi)pmhalate (hereinafter, abbreviated as TMCOL-P"), followed by heat- 
5 ing and dissolving at 100°C for approximately 30 minutes to prepare a TMCOL-P solution having 200 mg/ml. Likewise, 
using dicyclohexyiphthalate (hereinafter, abbreviated as "DCHP") (manufactured by Wako Jun-yaku Kogyo, Ltd.). a 
DCHP solution of 200 mg/ml was prepared. 

[0663] Further, 7.96 ml of an olive oil of a pharmacopeia grade (Lot No. 998521 manufactured by Yoshida Seiyaku, 
Ltd.) was added to 2 g of bis(2-ethyihexyl)phthalate (hereinafter, abbreviated as "DOP") (manufactured by Afdrich 
10 Chemicals Industries, Ltd.), followed by mixing in a vortex to prepare a DOP solution of 200 mg/ml. Still further, 8.09 ml 
of an olive oil of a pharmacopeia grade (Lot No. 998521 manufactured by Yoshida Seiyaku, Ltd.) was added to 2 g off 
dibutylphthalate (hereinafter, abbreviated as "DBP"), followed by mixing in a vortex to prepare a DBP solution of 200 
mg/rrt. 

[0664] The phthalate solutions were prepared at a day for administration, and maintained at the temperature of 37°C 
is until immediately before administration. 

[0665] Using thus-obtained respective solutions of TMCOL-P, DCHP, DOP, and DBP, a continuous administration (an 
oral administration) was conducted to rats at a dose of 1000 mg/kg (5 ml/kg) for 7 days. 

[0666] Administration of an olive oil alone was conducted as controls in place of the administration of the phthalates. 
[0667] During the continuous administration for 7 days, body weight was measured everyday, and at the next day (8th 
20 day) of a final day, testes and epididymis were delivered to measure wet weight after decapitation and removal of blood. 
[0668] Further, the testes delivered was stained in a Bouin fixative (saturated picric acid: 15, formalin: 3, and glacial 
acetic acid: 1). After staining for 48 hours, the testes was twice washed with 70% ethyl alcohol, and it was embedded 
in paraffin and sliced, and then HE-stained to prepare an HE-stained sample and to conduct a histomorphological 
retrieval. 

25 [0669] As a result, although weight change was not significantly observed in groups of TMCOL-P, DOP, and DBP com- 
pared to groups of the controls, in a group of DCHP, there was observed a significant decrease in body weight to 92- 
94% at fourth day (p<0.05), sixth day (p<0.01), seventh day (p<0.05), and eighth day (p<0.05) after administration com- 
pared to groups of the controls. Further, in the case of TMCOL-P, DCHP, and DOP, although a significant decrease of 
testes weight was not observed compared to groups of the controls and, in the case of DBP group, a significant 

30 decrease (49%, p<0.001) of testes weight was observed compared to groups of the controls. However, in relation to the 
epididymis, a significant decrease in the weight was not observed in all the administration groups compared to groups 
of the controls. 

[0670] On the other hand, in relation to pathobiological retrieval of testes tissue, no change was observed in the testes 
tissue of all the administration groups of TMCOL-P compared to groups of the controls. However, in the groups of DCHP 

35 and DOP, a bilateral and unilateral denaturation and atrophia in semiferous tubule were observed in 4 exarrples and 5 
examples, respectively. In the group of DBP, a grave change was observed in the testes tissue, and a bilateral and 
inflamed atrophia in semiferous tubule were observed in all the samples. Samples showing several pieces of atrophia 
in the semiferous tubule (+), samples showing a wide range of atrophia but not inflamed (++), and samples showing the 
inflamed change (+++) were scored 1 point, 2 points, and 3 points, respectively, to evaluate an influence level to the tes- 

40 tes. As a result, the groups of TMCOL-P, DCHP, DOP, and DBP were scored 0 point, 0 point 5 points, 10 points, and 
26 points, respectively. 

(Experimentation 2) 

45 [0671] 12 ml of an olive oil of a pharmacopeia grade (Lot No. 998521 manufactured by Yoshida Seiyaku, Lid.) was 
added to 3 g of TMCOL-P, followed by heating and dissolving at 100°C for approximately 30 minutes to prepare a 
TMCOL-P solution of 200 mg/ml. Likewise, using DCHP (manufactured by Wako Jun-yaku Kbgyo, Ltd.), a DCHP solu- 
tion of 200 mg/ml was prepared. 

[0672] Further, 1 1 .94 ml of an olive oil of a pharmacopeia grade (Lot No. 998521 manufactured by Yoshida Seiyaku. 

so Ltd.) was added to 3 g DOP (manufactured by AJdrich Chemicals Industries, Ltd.), followed by mixing in a vortex to pre^ 
pare a DOP solution of 200 mg/fril. Still further, 1 2.1 4 ml of an olive oil of a pharmacopeia grade (Lot No. 998521 , Yosh- 
ida Seiyaku, Ltd.) was added to 3 g of DBP. followed by mixing in a vortex to prepare a DBP solution of 200 mg/ml. 
[0673] The phthalate solutions were prepared at a day for administration, and maintained at the temperature of 37°C 
until immediately before administration. 

55 [0674] Using thus-obtained respective solutions of TMCOL-P, DCHP, DOP, and DBP, a continuous administration (an 
oral administration) was conducted to rats at a dose of 2000 mg/kg (1 0 ml/kg) for 7 days. 

[0675] Administration of an olive oil alone was conducted as controls in place of the administration of the phthalates. 
[0676] During the continuous administration for 7 days, body weight was measured everyday, and at the next day (8th 
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day) of a final day, testes, epididymis, and liver were delivered to measure wet weight after decapitation ami removal of 
blood. 

[0677] As a result although weight change was not significantly observed in the group of TMCOL-P compared to 
groups of the controls, in groups of DCHP, DOP, and DBP, there was observed a significant decrease of body weight 
5 compared to groups of the controls. The significant decrease of body weight in groups of DOP and DBP was observed 
(p<0.05 and p<0.01, respectively) at a period of fifth day after administration, and it continued to gradually decrease 
until a final day (eighth day) in the experimentation. 

[0678] Change of body weight at the final day of the experimentation in groups of DOP and DBP was 85% (p<0.01 ) 
and 83% (p<0.01). respectively, based on 100% in the groups of the controls. In the groip of DCHP, death was 

10 observed at fifth day after administration in one example. In relation to conditions in a whole body, since there were 
observed piloerection, browning of hair, crouching, and asthenia, etc.. administration was stopped. However, at the 
sixth and seventh days, death was observed in two examples and one example, respectively. Although the body weight 
in the group of DCHP decreased to a minimum value (75%, p<0.01) at the seventh day after administration, there was 
shown a tendency of recovery after that 

15 [0679] Further, in relation to the weight of testes, a significant decrease was observed in all the groups of DCHP, DOP, 
and DBP except TMCOL-P (86%, none of a significant difference), and the decrease level was 46% (p<0.01), 56% 
(p<0.01). and 38% (p<0.01) based on the weight of groups of the controls, respectively. Still further, in relation to the 
weight of the epididymis as well as the weight of testes, a significant decrease was observed in all the groups of DCHP, 
DOP, and DBP except TMCOL-P (81%, none of a significant difference), and the decrease level was 58% (p<0.05), 

20 71% (p<0.05), and 56% (p<0.01) based on the weight of groups of the controls, respectively. Besides, in relation to the 
weight of the liver, a significant increase was observed in all the groups of DCHP, DOP. and DBP except TMCOL-P 
(111%, none of a significant difference), and the increase level was 131% (p<0.001), 175% (p<0.001), and 146% 
(p<0.001) based on the weight of groups of the controls, respectively. 

25 Example B1 

(Preparation of a water dispersion liquid of a solid plasticizer) 

[0680] A water dispersion liquid of 1 ,4-cyclohexanedimethanol bis(diphenylphosphate) was prepared by mixing 100 
30 parts by weight of 1 ,4-cyclohexanedimethanol bis(diphenylphosphate) (a melting point: 97°C) which is a solid plasti- 
cizer, 15 parts by weight of an anionic surface active agent (a polycarboxylic ammonium salt) which is a dispersant and 
80 parts by weight of water, and by crushing until attaining to an average particle diameter of 2.5 jim using a ball mill. 

(Preparation of a thermally- and pressure-sensitive adhesive) 

35 

[0681] A water-based emulsion of an acrylic-based polymer (2-ethylhexylacrylate-methylmethacrylate-acrytic acid 
copolymer having a glass transition temperature Tg of 5°C) which is a thermoplastic resin, a water-based emulsion of 
a terpene resin which is a tackrf ier, and water were added to the water dispersion liquid of 1 ,4-cyclohexanedimethanol 
bis(diphenylphosphate) as prepared hereinabove, followed by agitating until attaining to a uniform liquid to obtain a ther- 
40 mally- and pressure-sensitive adhesive having a solid content of 50% by weight. Formulating ratio herein is 26 parts by 
weight of the thermoplastic resin (the acrylic-based polymer) and 17 parts by weight of the tackifier (the terpene resin) 
based on 100 parts by weight of the solid plasticizer [1 ,4-cyclohexanedimethanol bis(dipheny (phosphate)]. 

(Preparation of a thermally- and pressure-sensitive adhesive sheet) 

45 

[0682] The thermally- and pressure-sensitive adhesive prepared hereinabove was coated on a surface (back surface) 
of a single side-treated art paper having the density of 84.9 g/m 2 and a polyethylene terephthalate film (hereinafter, 
occasionally referred merely to "PET film") having the thickness of 25 pm which is treated by a corona discharge using 
a barcoater so that a coating amount after drying becomes 1 2 g/m 2 , followed by drying at 40°C for 2 minutes to obtain 
so a thermally- and pressure-sensitive adhesive sheet 

Example B2 

(Preparation of a water dispersion liquid of a solid plasticizer) 

65 

[0683] A water dispersion liquid of resorcinobis[di(2,6-dimethylphenyl)phosphate] was prepared by mixing 100 parts 
by weight of resorcinolbis[di(2,6-dimethylphenyl)phosphate] (a melting point: 95°C) which is a solid plasticizer, 15 parts 
by weight of an anionic surface active agent (a polycarboxylic ammonium salt) which is a dispersant, and 80 parts by 
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weight of water, and by crushing until attaining to an average particle diameter of 2.6 \im using a ball mill. 
(Preparation of a thermally- and pressure-sensitive adhesive) 

5 [0684] A water-based emulsion of an acrylic-based polymer (2-ethyIhexylacrylate-styrene-acryiic acid copolymer hav- 
ing a glass transition temperature of 5°C) which is a thermoplastic resin, a water-based emulsion of a terpene-phenol 
resin which is a tackifier, and water were added to the water dispersion liquid of resorcinolbis[di(2,6<fimethy!phe- 
nyl)phosphate] prepared hereinabove, followed by agitating until attaining to a uniform liquid to obtain a thermally- and 
pressure-sensitive adhesive having a solid content of 50% by weight. Formulating ratio herein is 26 parts by weight of 

10 the thermoplastic resin (the acrylic-based polymer) and 17 parts by weight of the tackifier (the terpene phenol resin) 
based on 100 parts by weight of the solid plasticizer {resorcinoIbis[di(2,6-dimethylpheny1)phosphate]}. 

(Preparation of a thermally- and pressure-sensitive adhesive sheet) 

is [0685] The thermally- and pressure-sensitive adhesive prepared hereinabove was coated on a surface (back surface) 
of a single side-treated art paper having the density of 84.9 g/m 2 and a PET film having the thickness of 25 \im which 
is treated by a corona discharge using a barcoater so that a coating amount after drying becomes 1 2 g/m 2 , followed by 
drying at 40°C for 2 minutes to obtain a thermally- and pressure-sensitive adhesive sheet 

20 Comparative Example B1 

(Preparation of a water dispersion liquid of a solid plasticizer) 

[0686] A water dispersion liquid of dicyclohexylphthalate was prepared by mixing 100 parts by weight of dicyclohex- 
25 ylphthalate (a melting point of 65°C) which is a solid plasticizer, 15 parts by weight of an anionic surface active agent (a 
polycarboxylic ammonium salt) which is a dispersartt, and 80 parts by weight of water, and by crushing until attaining to 
an average particle diameter of 2.2 \xm using a ball mill. 

(Preparation of a thermally- and pressure-sensitive adhesive) 

30 

[0687] A water-based emulsion of an acrylic-based polymer (2-ethylhexylacrylate-methylmethacrylate-acrylic acid 
copolymer having a glass transition temperature Tg of 5°C) which is a thermoplastic resin, a water-based emulsion of 
a terpene resin which is a tackifier, and water were added to the water dispersion liquid of dicyclohexylphthalate pre- 
pared hereinabove, followed by agitating until attaining to a uniform liquid to obtain a thermally and pressure-sensitive 
35 adhesive having a solid content of 50% by weight Formulating ratio herein is 26 parts by weight of the thermoplastic 
resin (the acrylic-based polymer) and 17 parts by weight of the tackifier (the terpene resin) based on 100 parts by 
weight of the solid plasticizer (dicyclohexylphthalate). 

(Preparation of a thermally- and pressure-sensitive adhesive sheet) 

40 

[0688] The thermally- and pressure-sensitive adhesive prepared hereinabove was coated on a surface (back surface) 
of a single side-treated art paper having the density of 84.9 g/m 2 and a PET film having the thickness of 25 jim which 
is treated by a corona discharge using a barcoater so that a coating amount after drying becomes 12 g/m 2 , followed by 
drying at 40°C for 2 minutes to obtain a thermally- and pressure-sensitive adhesive sheet 

46 

(Performance test) 
(Adhesive strength) 

so [0689] The thermally- and pressure-sensitive adhesive sheet obtained by coating on the PET film was cut into the 
size of width of 25 mm and length of 125 mm to prepare test pieces. The test pieces were heated at 1 40°C for 30 sec- 
onds to produce tackiness, and placed on a glass plate [Micro Slide Glass "White Green Polish" manufactured by IwaW 
Glass, Ltd.], followed by sticking through compressing with a rubber roll by making one round traverse while loading the 
weight of 2 kg. The test pieces were placed at an atmosphere of 23°C and 50% RH for 1 day, and then an adhesive 

66 strength was measured at a tensile speed of 300 mm/iminute and a peeling angle of 1 80° using a tensile tester (Tensilon 
UCT-5T manufactured by Orientech, Ltd.). 
[0690] Results are shown in Table 2. 
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(Blocking resistance) 

[0691] 4 layers of the thermally- and pressure-sensitive adhesive sheet obtained by coating on a single side-treated 
art paper were laminated so that a gloss surface (surface) of the single side-treated art paper was put into contact with 
5 another surface (bade surface) on which the thermally- and pressure-sensitive adhesive is coated, at the loading the 
weight of 500 gf/cm 2 and an atmosphere of 55°C for 24 hours, followed by evaluating a blocking resistance according 
to the following standards. Results are shown in Table 2. 

5: It was peeled without a peeling resistance. 

10 

4: It was peeled while slightly sounding when being peeled. 

3: it was peeled while continuously sounding when being peeled. 

is 2: Fibers of the paper were partially left on a pressure-sensitive adhesive layer when being peeled. 

1 : Paper was broken by blocking. 



Table 2 





Adhesive strength(gf/25 
mm) 


Blocking resistance 


Example B1 


1250 


5 


Example B2 


950 


5 


Comparative Example B1 


650 


1 j 



[0692] From the results of the Table 2, it is confirmed that the thermally- and pressure-sensitive adhesive sheets in 
30 the Example B1 and Example B2 are more excellent in adhesive strength and blocking resistance compared to the 
pressure-sensitive adhesive sheets in the Comparative Example B1. 

Example C1 

35 (Preparation of a water dispersion liquid of a solid plasticizer) 

[0693] A water dispersion liquid of trim ethyl hydroqui none diacetate was obtained by mixing 100 parts by weight of 
trimethylhydroquinone diacetate (a melting point: 109°C) which is a solid plasticizer. 15 parts by weight of an anionic 
surface active agent (a polycarboxylic ammonium salt) which is a dispersant, and 80 parts by weight of water, and then 
40 by crushing until attaining to an average particle diameter of 2.2 pm using a ball milt. 

(Preparation of a thermally- and pressure-sensitive adhesive) 

[0694] A water-based emulsion of an acrylic-based polymer (2-ethyihexylacrylate-methylmethacrytate^acrylic acid 
46 copolymer having a glass transition temperature of 5°C) which is a thermoplastic resin, a water-based emulsion of a 
terpene resin which is a tackifier, and water were added to the water dispersion liquid of trimethylhydroquinone diace- 
tate prepared hereinabove, followed by agitating until attaining to a uniform liquid to obtain a thermally- and pressure- 
sensitive adhesive having a solid content of 50% by weight. Formulating ratio herein is 26 parts by weight of the ther- 
moplastic resin (the acrylic-based polymer) and 17 parts by weight of the tackifier (the terpene resin) based on 100 
so parts by weight of the solid plasticizer (trimethylhydroquinone diacetate). 

(Preparation of a thermally- and pressure-sensitive adhesive sheet) 

[0695] The thermally- and pressure-sensitive adhesive prepared hereinabove was coated on a surface (back surface) 
ss of a single side-treated art paper having the density of 84.9 g/m 2 and a polyethylene terephthalate film (hereinafter, 
occasionally referred merely as "PET film") having the thickness of 25 urn which is treated by a corona discharge using 
a barcoater so that a coating amount after drying becomes 12 g/m 2 , followed by drying at 40°C for 2 minutes to obtain 
a thermally- and pressure-sensitive adhesive sheet 
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Example C2 

(Preparation of 3.4.5-trimethyicatechol diacetate) 

s [0696] A 160 m!-flask was charged with 10 g of Amberlist 15 (manufactured by Organo, Ltd.) which is a strong acidic 
ion-exchange resin, 30 g ot ketoisophorone, 46.4 g of acetyl chloride, and 160 ml of 1 ,2-dichloroethane. followed by 
allowing to react at 85°C for 6 hours. Reaction mixture was analyzed by gas chromatography and. ketoisophorone 
which is a raw material was completely consumed, and 3,4,5-trimethylcatechol diacetate was produced in a yield of 
65%. The reaction mixture was filtered, and filtrate was concentrated. Residual product concentrated was recrystallized 

io from a mixed solvent of ethyl acetate/hexane (volume ratio of 1/4) to obtain a white acicular crystal of 3,4.5-trimethyl- 
catechol diacetate (a melting point: 120°C) (a yield: 36%). 

13 C-NMR (CDCI 3 ) 5: 168.5. 168.2, 139.7, 138.9, 134.6, 133.8. 130.1, 121.5, 20.4. 20.3, 20.1, 15.6, 13.2 

15 MS (El + ) m/z: 236 (M + ), 194, 152. 137 

IR (cm' 1 ): 893, 1045. 1213. 1311, 1375, 1479, 1701. 

(Preparation of a water dispersion liquid of a solid plasticizer) 

20 

[0697] There were mixed 1 00 parts by weight of the above-described 3, 4,5-trimethylcatechol diacetate which is a solid 
plasticizer, 15 parts by weight of an anionic surface active agent (a polycarboxylic ammonium salt) which is a disper- 
sarrt. and 80 parts by weight of water, and then by crushing until attaining to an average particle diameter of 2.0 Jim 
using a ball mill to obtain a water dispersion liquid of 3,4,5-trimethylcatechol diacetate. It is to be noted that an average 
25 particle diameter of the solid plasticizer was measured by a laser-diffraction type particle size distribution meter (LA-500 
manufactured by Horiba Seisakusyo. Ltd.), and it is described by a median diameter. 

(Preparation of a thermally- and pressure-sensitive adhesive) 

30 [0698] A water-based emulsion of an acrylic-based polymer (2-ethylhexyiacrylate-styrene-acrylic acid copolymer hav- 
ing a glass transition temperature Tg of 5°C) which is a thermoplastic resin, a water-based emulsion of a terpene-phe- 
nol resin which is a tackifier, and water were added to the water dispersion liquid of 3,4,5-trimethylcatechol diacetate 
prepared hereinabove, followed by agitating until attaining to a uniform liquid to obtain a thermally- and pressure-sen- 
sitive adhesive having a solid content of 50% by weight. Formulating ratio herein is 26 parts by weight of the thermo- 

35 plastic resin (the acrylic-based polymer) and 1 7 parts by weight of the tackifier (the terpene-phenol resin) based on 1 00 
parts by weight of the solid plasticizer (3,4,5-trimethylcatechol diacetate). 

(Preparation of a thermally- and pressure-sensitive adhesive sheet) 

AO [0699] The thermally- and pressure-sensitive adhesive prepared hereinabove was coated on a surface (back surface) 
of a single side-treated art paper having the density of 84.9 g/m 2 and a PET film having the thickness of 25 \im which 
is treated by a corona discharge using a barcoater so that a coating amount after drying becomes 1 2 g/rn 2 . followed by 
drying at 40°C for 2 minutes to obtain a thermally- and pressure-sensitive adhesive sheet 

46 Comparative Example C1 

(Preparation of a water dispersion liquid of a solid plasticizer) 

[0700] A water dispersion liquid of dicyclohexylphthalate was obtained by mixing 100 parts by weight of dicydohexy- 
so Iphthalate (a melting point of 65°C) which is a solid plasticizer. 15 parts by weight of an anionic surface active agent (a 
polycarboxylic ammonium salt) which is a dispersant. and 80 parts by weight of water, and then by crushing until attain- 
ing to an average particle diameter of 2.2 jun using a ball mill. 

(Preparation of a thermally- and pressure-sensitive adhesive) 

56 

[0701] A water-based emulsion of an acrylic-based polymer (2-Gthylhexylacrylate-methylmethacrylate-acryiic acid 
copolymer having a glass transition temperature Tg of 5°C) which is a thermoplastic resin, a water-based emulsion of 
a terpene resin which is a tackifier, and water were added to the water dispersion liquid of dicyclohexylphthalate pre- 
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5 



10 



pared hereinabove, followed by agitating until attaining to a uniform liquid to obtain a thermafiy-and pressure-sensitive 
adhesive having a solid content of 50% by weight Formulating ratio herein is 26 parts by weight of the thermoplastic 
resin (the acrylic-based polymer) and 17 parts by weight of the tackrfier (the terpene resin) based on 100 parts by 
weight of the solid plasticizer (dicyciohexylphthalate). 

(Preparation of a thermally- and pressure-sensitive adhesive sheet) 

[0702] The thermally- and pressure-sensitive adhesive prepared hereinabove was coated on a surface (back surface) 
of a single side-treated art paper having the density of 84.9 g/m 2 and a PET film having the thickness of 25 \im which 
is treated by a corona discharge using a barcoater so that a coating amount after drying becomes 12 g/m 2 , followed by 
drying at 40°C for 2 minutes to obtain a thermally- and pressure-sensitive adhesive sheet 

{Performance test) 
is (Adhesive strength) 

[0703] The thermally- and pressure-sensitive adhesive sheet obtained by coating on the PET film was cut into the 
size of width of 25 mm and length of 1 25 mm to prepare test pieces. The test pieces were heated at 1 50°C for 30 sec- 
onds to produce tackiness, and placed on a glass plate [Micro Slide Glass "White Green Polish" manufactured by Iwaki 
20 Glass Ltd.]. followed by sticking through compressing with a rubber roll by making one round traverse while loading the 
weight of 2 kg. The test pieces were placed at an atmosphere of 23°C and 50% RH for 1 day, and then an adhesive 
strength was measured at a tensile speed of 300 mm/minute and peeling angle of 180° using a tensile tester (Tensilon 
UCT-5T manufactured by Orient ech, Ltd.). 
[0704] Results are shown in Table 3. 



25 



30 



(Blocking resistance) 

[0705] 4 layers of the thermally- and pressure-sensitive adhesive sheets obtained by coating on a single side-treated 
art paper were laminated so that a gloss surface (surface) of the single side-treated art paper was brought into contact 
with another surface (back surface) on which the thermally- and pressure-sensitive adhesive is coated, at the loading 
the weight of 500 gf/cm 2 and an atmosphere of 55°C for 24 hours, followed by evaluating a blocking resistance accord- 
ing to the following standards. Results are shown in Table 3. 

5: It was peeled without a peeling resistance. 

35 

4: It was peeled while slightly sounding when being peeled. 

3: It was peeled while continuously soundng when being peeled. 

40 2: Fibers of the paper were partially left on a pressure-sensitive adhesive layer when being peeled. 

1 : Paper was broken by blocking. 





Adhesive strength(gf/25 
mm) 


Blocking resistance 


Example C1 


1180 


5 


Example C2 


1050 


5 


Comparative ExampleCI 


650 


1 



[0706] From the results of the Table 3. it is confirmed that the thermally- and pressure-sensitive adhesive sheets in 
55 the Examples C1 and C2 are more excellent in adhesive strength and blocking resistance compared to the pressure- 
sensitive adhesive sheets in the Comparative Example C1 . 
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Preparation Example D1 

(Preparation of a water dispersion liquid D1 of a solid plasticizer) 

[0707] There were mixed 100 parts by weight of bis(cis-3,3.5-trimethylcyc!ohexy0phtha!ate (a melting point of 93°C) 
and 15 parts by weight of an anionic surface active agent (an ammonium salt of a polycarboxylic acid) as a dispersant, 
and 80 parts by weight of water, and those were crushed using a ball mill until attaining to an average particle diameter 
of 2.2 jim to obtain a water dispersion liquid (a water dispersion liquid D1 of a solid plasticizer) of bis(cis-3,3.5-trimeth- 
ylcyclohexyQphthalata 

Preparation Example D2 

(Preparation of a water dispersion liquid D2 of a solid plasticizer) 

[0708] There were mixed 100 parts by weight of resorcinol bis[di(2,6-dimethylphenyl)phosphate] (a melting point: 
95°C) and 15 parts by weight of an anionic surface active agent (an ammonium salt of a polycarboxylic acid) as a dis- 
persant, and 80 parts by weight of water, and those were crushed using a ball mill until attaining to an average particle 
diameter of 2.6 Jim to obtain a water dispersion liquid (a water dispersion liquid D2 of a solid plasticizer) of resorcinol 
bis[di(2,6<iimethylpheny0phosphate]. 

Preparation Example D3 

(Preparation of a water dispersion liquid D3 of a solid plasticizer) 

[0709] There were mixed 100 parts by weight of trimethylhydroquinone diacetate (a melting point: 109°C) and 15 
parts by weight of an anionic surface active agent (an ammonium salt of a polycarboxylic acid) as a dispersant, and 80 
parts by weight of water, and those were crushed using a ball mill until attaining to an average particle diameter of 2.2 
jim to obtain a water dispersion liquid (a water dispersion liquid D3 of a solid plasticizer) of trimethylhydroquinone dia- 
cetate. 

Preparation Example D4 

(Preparation of a water dispersion liquid D4 of a solid plasticizer) 

[0710] There were mixed 100 parts by weight of dicyclohexylphthalate (a melting point: 65°C) and 15 parts by weight 
of an anionic surface active agent (an ammonium salt of a polycarboxylic acid) as a dispersant, and 80 parts by weight 
of water, and those were crushed using a ball mill until attaining to an average particle diameter of 2.2 p,m to obtain a 
water dispersion liquid (a water dispersion liquid D4 of a solid plasticizer) of dicyclohexylphthalate. 

Example 01 

(Preparation erf a thermally- and pressure-sensitive adhesive) 

[071 1 ] A water-based emulsion of an acrylic-based polymer (2-ethyIhexylacrylate-styrene-acrylic acid copolymer hav- 
ing a glass transition temperature Tg of 25°C) which is a thermoplastic resin, a water-based emulsion of a terpene resin 
which is a tackif ier. and water were added to the water dispersion liquid of bis(cis-3,3,5-tr!methylcyclohexy0phthalate 
and resorcinol bis[di(2.6-dimethylphenyl)phosphate] which are the solid plasticizers D1 and D2 prepared hereinabove 
in solid content ratio of 50:50, followed by agitating until attaining to a uniform liquid to obtain a thermally- and pressure- 
sensitive adhesive having a solid content of 47% by weight. Formulating ratio herein is 17 parts by weight of the ther- 
moplastic resin (the acrylic-based polymer) and 26 parts by weight of the tackif ier (the terpene resin) based on 100 
parts by weight of the solid plasticizer. 

(Preparation of a thermally- and pressure-sensitive adhesive sheet) 

[071 2] The thermally- and pressure-sensitive adhesive prepared hereinabove was coated on a surface (back surface) 
of a angle side-treated art paper having the density of 84.9 g/m 2 and a polyethyleneterephthalate film (hereinafter, 
occasionally referred as a merely "PET film") having the thickness of 25 \im which is treated by a corona discharge 
using a barcoater so that a coating amount after drying becomes 12 g/m 2 , followed by drying at 40°C for 2 minutes to 
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obtain a thermally- and pressure-sensitive adhesive sheet 
Example D2 

5 (Preparation of a thermally- and pressure-sensitive adhesive) 

[071 31 A water-based emulsion of an acrylic-based polymer (2-ethylhexylacryiate-styrene-acrylic acid copolymer hav- 
ing a glass transition temperature Tg of 25°C) which is a thermoplastic resin, a water-based emulsion of a terpene resin 
which is a tackifier. and water were added to the water dispersion liquid of bisfcis-S.S.S-trimethylcydohexyOphthalate, 
10 resorcinol bis[di(2,6-dimethylphenyl)phosphate], and trimethylhydroquinone diacetate which are the solid plasticizers 
D1 , D2 f and D3 prepared hereinabove in solid content ratio of 35:35:30, followed by agitating until attaining to a uniform 
liquid to obtain a thermally-and pressure-sensitive adhesive having a solid content of 50% by weight. Formulating ratio 
herein is 1 7 parts by weight of the thermoplastic resin (the acrylic-based polymer) and 26 parts by weight of the tackif ier 
(the terpene resin) based on 100 parts by weight of the solid plasticizer. 

15 

(Preparation of a thermally- and pressure-sensitive adhesive sheet) 

[071 4] The thermally- and pressure-sensitive adhesive prepared hereinabove was coated on a surface (back surface) 
of a single side-treated art paper having the density of 84.9 g/m 2 and a PET film having the thickness of 25 \im which 
20 is treated by a corona discharge using a barcoater so that a coating amount after drying becomes 12 gtoi 2 , followed by 
drying at 40°C for 2 minutes to obtain a thermally- and pressure-sensitive adhesive sheet 

Example D3 

25 (Preparation of a thermally- and pressure-sensitive adhesive) 

[071 5] A water-based emulsion of an acrylic-based polymer (2-ethylhexylacrylate-styrene-acrylic acid copolymer hav- 
ing a glass transition temperature Tg of 25°C) which is a thermoplastic resin, a water-based emulsion of a terpene resin 
which is a tackifier, and water were added to the water dispersion liquid of bistcis-S.S.S-trimethylcyclohexyOphthalate, 
30 resorcinol bis[di(2,6-dimethylphenyl)phosphate], trimethylhydroquinone diacetate, and dicyclohexylphthalate which are 
the solid plasticizers D1 , D2, D3, and D4 prepared hereinabove in solid content ratio of 30:30:30:10, followed by agitat- 
ing until attaining to a uniform liquid to obtain a thermally- and pressure-sensitive adhesive having a solid content of 
45% by weight. Formulating ratio herein is 1 7 parts by weight of the thermoplastic resin (the acrylic-based polymer) and 
26 parte by weight of the tacWfier (the terpene resin) based on 100 parts by weight of the solid plasticizer. 

35 

(Preparation of a thermally- and pressure-sensitive adhesive sheet) 

[071 6] The thermally- and pressure-sensitive adhesive prepared hereinabove was coated on a surface (back surface) 
of a single side-treated art paper having the density of 84.9 g/m 2 and a PET film having the thickness of 25 which 
40 is treated by a corona discharge using a barcoater so that a coating amount after drying becomes 12 g/m 2 , followed by 
drying at 40°C for 2 minutes to obtain a thermally-and pressure-sensitive adhesive sheet. 

Comparative Example D1 

46 (Preparation of a thermally- and pressure-sensitive adhesive) 

[071 7] A water-based emulsion of an acrylic-based polymer (2-ethylhexylacrylate-styrene-acrylic acid copolymer hav- 
ing a glass transition temperature Tg of 25°C) which is a thermoplastic resin, a water-based emulsion of a terpene resin 
which is a tackifier, and water were added to the water dispersion liquid (a water-based emulsion of the solid plasticizer 
so D4) of dicyclohexylphthalate prepared hereinabove, followed by agitating until attaining to a uniform liquid to obtain a 
thermally- and pressure-sensitive adhesive having a solid content of 50% by weight Formulating ratio herein is 17 parts 
by weight of the thermoplastic resin (the acrylic-based polymer) and 26 parts by weight of the tackifier (the terpene 
resin) based on 100 parts by weight of the solid plasticizer (dicyclohexylphthalate). 

55 (Preparation of a thermally- and pressure-sensitive adhesive sheet) 

[071 8] The thermally- and pressure-sensitive adhesive prepared hereinabove was coated on a surface (back surface) 
of a single side-treated art paper having the density of 84.9 g/m 2 and a PET film having the thickness of 25 \xm which 
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is treated by a corona discharge using a barcoater so that a coating amount after drying becomes 12 g/m 2 , followed by 
drying at 40°C for 2 minutes to obtain a thermally- and pressure-sensitive adhesive sheet 

(Performance test) 

5 

(Adhesive strength, transparency) 

[0719] The thermally- and pressure-sensitive adhesive sheet obtained by coating on the PET film was cut into the 
size of width of 25 mm and length of 125 mm to prepare test pieces. The test pieces were heated at 140°C for 30 sec- 

io onds to produce tackiness, and placed on a glass plate [Micro Slide Glass "White Green Polish" manufactured by IwaW 
Glass, Ltd.], followed by sticking through compressing with a rubber roll by making one round traverse while loading the 
weight of 2 kg. The test pieces were placed at an atmosphere of 23°C and 50% RH, and then an adhesive strength was 
measured at a tensile speed of 300 mm/minute and peeling angle of 180° using a tensile tester (Tensilon UCT-5T man- 
ufactured by Orientech, Ltd.) after 1 day, 1 month, and 3 months. Further, transparency was visually confirmed. Results 

is are shown in Table 4. 

(Blocking resistance) 

[0720] 4 layers of the thermally- and pressure-sensitive adhesive sheets obtained by coating on a single side-treated 
20 art paper were laminated so that a gloss surface (surface) of the single side-treated art paper was brought into contact 
with another surface (back surface) on which the thermally- and pressure-sensitive adhesive is coated, at the loading 
the weight of 500 gf/cm 2 and an atmosphere of 40°C for 24 hours, followed by evaluating a blocking resistance accord- 
ing to the following standards. Results are shown in Table 4. 

25 5: It was peeled without a peeling resistance. 

4: It was peeled while slightly sounding when being peeled. 

3: It was peeled while continuously sounding when being peeled. 

2: Fibers of the paper were partially left on a pressure-sensitive adhesive layer when being peeled. 

1 : Paper was broken by blocking. 



Table 4 





Adhesive strength (gf/25m) 


Transparency 


Blocking resistance 




After 


After 






1-day 


1 -month 


3 -months 


1-day 


1 -month 


3 -months 




Example D1 


1450 


1370 


1350 


Trans. 


Trans. 


Trans. 


5 


Example D2 


1520 


1480 


1400 


Trans. 


Trans. 


Trans. 


5 


Example D3 


1380 


1300 


1270 


Trans. 


Trans. 


Trans 


5 


Comparative Exam- 
ple D1 


960 


0 


0 


Trans. 


Opaque 


Opaque 


3 



45 

[0721 ] From the results of the Table 4, it is confirmed that the thermally- and pressure-sensitive adhesive sheet in the 
Comparative Example D1 changed to "opaque" and adhesive strength ended to become zero after 1 -month because 
of crystallization of the solid plasticizer. On the other hand, the thermally- and pressure-sensitive adhesive sheets in the 
Examples D1-D3 maintain a high transparency and adhesive strength even after 3-months and, further, those are 
so excellent in blocking resistance. 

Preparation Example E1 

(Preparation of a water dispersion liquid E1 of a solid plasticizer) 

66 

[0722] There were mixed 100 parts by weight of resorcinol bis [di(2,6-dimethylphenyl)phosphate] (a melting point: 
95°C) which is a solid plasticizer, 15 parts by weight of an anionic surface active agent (an ammonium salt of a polycar- 
boxyiic acid) which is a dispersant, and 80 parts by weight of water, and those were crushed using a ball mill until attain- 
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ing to an average particle diameter of 2.6 jxm to obtain a water dispersion liquid (a water dispersion liquid El of a solid 
plasticizer) of resorcinol bis[di(2.6<fimethyiphenyf)phosphate]. 

Preparation Example E2 

s 

(Preparation of a water dispersion liquid E2 of a solid plasticizer) 

[0723] There were mixed 1 00 parts by weight of trimethylhydroquinone diacetate (a melting point: 109°C) which is a 
solid plasticizer, 15 parts by weight of an anionic surface active agent (an ammonium salt of a polycarboxylic add) 
10 which is a dispersant, and 80 parts by weight of water, and those were crushed using a ball mill until attaining to an aver- 
age particle diameter of 2.2 fim to obtain a water dispersion liquid (a water dispersion liquid E2 of a solid plasticizer) of 
trimethylhydroquinone diacetate. 

Preparation Example E3 

15 

(Preparation of a water dispersion liquid E3 of a solid plasticizer) 

[0724] There were mixed 1 00 parts by weight of dicyclohexhylphthalate (a melting point: 65°C) which is a solid plas- 
ticizer, 1 5 parts by weight of an anionic surface active agent (an ammonium salt of a polycarboxylic acid) which is a dis- 
20 persant and 80 parts by weight of water, and those were crushed using a ball mill until attaining to an average particle 
diameter of 2.2 jim to obtain a water dispersion liquid (a water dispersion liquid E3 of a solid plasticizer) of dicyclohex- 
hylphthalate. 

Example E1 

25 

(Preparation of a thermally- and pressure-sensitive adhesive) 

[0725] A water-based emulsion of an acrylic-based polymer (2-ethy Ihexylacrylate-styrene-acry lie acid copolymer hav- 
ing a glass transition temperature Tg of 25°C) which is a thermoplastic resin, a water-based emulsion of a terpene resin 

30 which is a tackifier, and water were added to the water dispersion liquid of resorcinol bis[di(2,6<Jimethylphenyl)phos- 
phate] and trimethylhydroquinone diacetate which are the solid plasticizers E1 and E2 prepared hereinabove in solid 
content weight ratio of 50:50, followed by agitating until attaining to a uniform liquid to obtain a thermally- and pressure- 
sensitive adhesive having a solid content of 50% by weight. Formulating ratio herein is 17 parts by weight of the ther- 
moplastic resin (the acrylic-based polymer) and 26 parts by weight of the tackifier (the terpene resin) based on 100 

36 parts by weight of the solid plasticizer. 

(Preparation of a thermally- and pressure-sensitive adhesive sheet) 

[0726] The thermally- and pressure-sensitive adhesive prepared hereinabove was coated on a surface (back surface) 
40 of a single side-treated art paper having the density of 84.9 g/m 2 and a polyethylene terephthalate film (hereinafter, 
occasionally referred to as a merely "PET film") having the thickness of 25 jim which is treated by a corona discharge 
using a barcoater so that a coating amount after drying becomes 12 g/m 2 , followed by drying at 40°C for 2 minutes to 
obtain a thermally- and pressure-sensitive adhesive sheet 

45 Example E2 

(Preparation of a thermally- and pressure-sensitive adhesive) 

[0727] A water-based emulsion of an acrylic-based polymer (2-ethylhexylacrylate-styrene-acrylic acid copolymer hav- 
so ing a glass transition temperature Tg of 25°C) which is a thermoplastic resin, a water-based emulsion of a terpene resin 
which is a tackifier, and water were added to the water dispersion liquid of resorcinol bis[di(2,6-dimethylphenyl)phos- 
phate], trimethylhydroquinone diacetate, and dicyclohexylphthalate which are the solid plasticizers E1-E3 prepared 
hereinabove in solid content weight ratio of 45:45:10, followed by agitating until attaining to a uniform liquid to obtain a 
thermally- and pressure-sensitive adhesive having a solid content of 48% by weight Formulating ratio herein is 1 7 parts 
55 by weight of the thermoplastic resin (the acrylic-based polymer) and 26 parts by weight of the tackifier (the terpene 
resin) based on 100 parts by weight of the solid plasticizer. 
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(Preparation of a thermally- and pressure-sensitive adhesive sheet) 

[0728] The thermally- and pressure-sensitive adhesive prepared hereinabove was coated on a surface (back surface) 
of a single side-treated art paper having the density of 84.9 g/m 2 and a PET film having the thickness of 25 jim which 
5 is treated by a corona discharge using a barcoater so that a coating amount after drying becomes 1 2 g/m 2 , followed by 
drying at 40°C for 2 minutes to obtain a thermally- and pressure-sensitive adhesive sheet. 

Comparative Example E1 

10 (Preparation of a water dispersion liquid of a solid plasticizer) 

[0729] A water-based emulsion of an acrylic-based polymer (2-ethylhexyfacrylate-styrene-acrylic acid copolymer hav- 
ing a glass transition temperature Tg of 25°C) which is a thermoplastic resin, a water-based emulsion of a terpene resin 
which is a tackif ier, and water were added to the water dispersion liquid of dicyclohexylphthalate (the solid plasticizers 
is E3) prepared hereinabove, followed by agitating until attaining to a uniform liquid to obtain a thermally- and pressure- 
sensitive adhesive having a solid content of 50% by weight. Formulating ratio herein is 17 parts by weight of the ther- 
moplastic resin (the acrylic-based polymer) and 26 parts by weight of the tackifier (the terpene resin) based on 100 
parts by weight of the solid plasticizer (dicyclohexylphthalate). 

20 (Preparation of a thermally- and pressure-sensitive adhesive sheet) 

[0730] The thermally- and pressure-sensitive adhesive prepared hereinabove was coated on a surface (back surface) 
of a single side-treated art paper having the density of 84.9 g/m 2 and a PET film having the thickness of 25 pm which 
is treated by a corona discharge using a barcoater so that a coating amount after drying becomes 12 g/m 2 . followed by 
25 drying at 40°C for 2 minutes to obtain a thermally- and pressure-sensitive adhesive sheet 

Performance test 

(Adhesive strength, transparency) 

so 

[0731] The thermally- and pressure-sensitive adhesive sheet obtained by coating on the PET film was cut into the 
size of width of 25 mm and length of 125 mm to prepare test pieces. The test pieces were heated at 140°C for 30 sec- 
onds to produce tackiness, and placed on a glass plate [Micro Slide Glass "White Green Polish" manufactured by IwaW 
Glass, Ltd.], followed by sticking through compressing with a rubber roll by making one round traverse while loading the 
35 weight of 2 kg. The test pieces were placed at an atmosphere of 23°C and 50% RH, and then an adhesive strength was 
measured at a tensile speed of 300 mm/minute and peeling angle of 180° using a tensile tester (Tensilon UCT-5T man- 
ufactured by Orientech, Ltd.) after 1 day, 1 month, and 3 months. Further, transparency was visually confirmed. Results 
are shown in Table 5. 

40 (Blocking resistance) 

[0732] 4 layers of the thermally- and pressure-sensitive adhesive sheets obtained by coating on the single side- 
treated art paper were laminated so that a glossy surface (surface) of the single side-treated art paper was brought into 
contact with another surface (back surface) on which the thermally- and pressure-sensitive adhesive is coated, at an 
45 atmosphere of 40°C and the loading weight of 500 gf/cm 2 for 24 hours, followed by evaluating a blocking resistance 
according to the following standards. Results are shown in Table 5. 

5: It was peeled without a peeling resistance. 

so 4: It was peeled while slightly sounding when being peeled. 

3: It was peeled while continuously sounding when being peeled. 

2: Fibers of the paper were partially left on the pressure-sensitive adhesive layer when being peeled. 

66 

1 : Paper was broken by blocking. 
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Tables 



5 





Adhesive strength (gf/25 mm) 


Transparency 


Blocking resistance 




After 


After 






1-day 


1 -month 


3-months 


1-day 


1 -month 


3-months 




Example E1 


1260 


1150 


1130 


Trans. 


Trans. 


Trans. 


5 


Example E2 


1180 


1070 


1050 


Trans. 


Trans. 


Trans. 


5 


Comparative 
Exampe E1 


960 


0 


0 


Trans. 


Opaque 


Opaque 


3 



is [0733] In the Table 5, Trans, means "transparent". 

[0734] From the results of the Table 5. it is confirmed that the thermally- and pressure-sensitive adhesive sheet in the 
Comparative Example E1 changed to "opaque" and adhesive strength ended to become zero after 1 -month because 
of crystallization of the solid plasticizer. on the other hand, the thermally- and pressure-sensitive adhesive sheets in the 
Examples E1 -E2 maintain a high transparency and adhesive strength even after 3-months and. further, those are excel- 

20 lent in blocking resistance. 

Example F1 

(Preparation of a water dispersion liquid of a solid plasticizer) 

25 

[0735] There were mixed 100 parts by weight of trimethylhydroquinone diacetate (a melting point: 109°C) which is a 
solid plasticizer, 15 parts by weight of an anionic surface active agent (an ammonium salt of a polycarboxylic acid) 
which is a dispersant, and 80 parts by weight of water, and those were crushed using a ball mill until attaining to an aver- 
age particle diameter of 2.2 \xm to obtain a water dispersion liquid of trimethylhydroquinone diacetate. 
30 [0736] On the other hand, there were mixed 100 parts by weight of dicyclohexylphthalate (a melting point: 65°C) 
which is a solid plasticizer, 15 parts by weight of an anionic surface active agent (an ammonium salt of a polycarboxylic 
acid) which is a dispersant. and 80 parts by weight of water, and those were crushed using a ball mill until attaining to 
an average particle diameter of 2.2 jim to obtain a water dispersion liquid of dicyclohexylphthalate. 

35 (Preparation of a thermally- and pressure-sensitive adhesive) 

[0737] A water-based emulsion of an acrylic-based polymer (2-ethylhexylacrylate-styrene-acrylic add copolymer hav- 
ing a glass transition terrperature Tg of 25°C) which is a thermoplastic resin, a water-based emulsion of a terpene resin 
which is a tackif ier. and water were added to the water dispersion liquid of trimethylhydroquinone diacetate and dicy- 
40 clohexylphthalate which are two kinds of the solid plasticizers prepared hereinabove in solid content weight ratio of 
50:50. followed by agitating until attaining to a uniform liquid to obtain a thermally- and pressure-sensitive adhesive hav- 
ing a solid content of 50% by weight. 

[0738] Formulating ratio herein is 1 7 parts by weight of the thermoplastic resin (the acrylic-based polymer) and 26 
parts by weight of the tackif ier (the terpene resin) based on 100 parts by weight of the solid plasticizer. 

45 

(Preparation of a thermally- and pressure-sensitive adhesive sheet) 

[0739] The thermally- and pressure-sensitive adhesive prepared hereinabove was coated on a surface (back surface) 
of a single side-treated art paper having the density of 84.9 g/m 2 and a polyethylene terephthalate film (hereinafter, 
so referred to a merely "PET f Dm" having the thickness of 25 \nm which is treated by a corona discharge using a barcoater 
so that a coating amount after drying becomes 1 2 g/m 2 . followed by drying at 40°C for 2 minutes to obtain a thermal ly- 
and pressure-sensitive adhesive sheet 

Comparative Example F1 

65 

(Preparation of a thermally- and pressure-sensitive adhesive) 

[0740] A water-based emulsion of an acrylic-based polymer (2-ethyihexylacrylate-styrene-acrylic acid copolymer hav- 
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ing a glass transition temperature Tg of 25°C) which is a thermoplastic resin, a water-based emulsion of a terpens resin 
which is a tackrfier, and water were added to the water dispersion liquid of dicyclohexylphthalate prepared in the Exam* 
pie F1, followed by agitating until attaining to a uniform liquid to obtain a thermally- and pressure-sensitive adhesive 
having a solid content of 50% by weight Formulating ratio herein is 17 parts by weight of the thermoplastic resin (the 
5 acrylic-based polymer) and 26 parts by weight of the tackifier (the terpene resin) based on 100 parts by weight of the 
solid plasticizer (dicyclohexylphthalate). 

(Preparation of a thermally- and pressure-sensitive adhesive sheet) 

10 [0741 ] The thermally- and pressure-sensitive adhesive prepared hereinabove was coated on a surface (back surface) 
of a single side-treated art paper having the density of 84.9 g/m 2 and a PET film having the thickness of 25 y,m which 
is treated by a corona discharge using a barcoater so that a coating amount after drying becomes 1 2 g/hi 2 followed by 
drying at 40°C for 2 minutes to obtain a thermally- and pressure-sensitive adhesive sheet 

is Performance test 

(Adhesive strength, transparency) 

[0742] The thermally- and pressure-sensitive adhesive sheet obtained by coating on the PET film was cut into the 
20 size of width of 25 mm and length of 125 mm to prepare test pieces. The test pieces were heated at 140°C for 30 sec- 
onds to produce tackiness, and placed on a glass plate [Micro Slide Glass "White Green Polish" manufactured by IwaW 
Glass, Ltd.], followed by sticking through compressing with a rubber roll by making one round traverse while loading the 
weight of 2 kg. The test pieces were placed at an atmosphere of 23°C and 50% RH, and then, an adhesive strength 
was measured at a tensile speed of 300 mm/minute and peeling angle of 180° using a tensile tester (Tensilon UCT-5T 
25 manufactured by Orientech, Ltd.) after 1 day, 1 month, and 3 months. Further, transparency was visually confirmed. 
Results are shown in Table 6. 

(Blocking resistance) 

30 [0743] 4 layers of the thermally- and pressure-sensitive adhesive sheets obtained by coating on the single side- 
treated art paper were laminated so that a glossy surface (surface) of the single side-treated art paper was brought into 
contact with another surface (bade surface) on which the thermally- and pressure-sensitive adhesive is coated, at the 
loading the weight of 500 gf/cm 2 and an atmosphere of 40°C for 24 hours, followed by evaluating a blocking resistance 
according to the following standards. Results are shown in Table 6. 

35 

5: It was peeled without a peeling resistance. 
4: It was peeled while slightly sounding when being peeled. 
40 3: It was peeled while continuously sounding when being peeled. 

2: Fibers of the paper were partially left on the pressure-sensitive adhesive layer when being peeled. 
1 : Paper was broken by blocking. 

45 



Table 6 







Adhesive strength (gf/25 mm) 


Transparency 


Blocking resistance 


50 




After 


After 








1 -day 


1 -month 


3 -months 


1-day 


1 -month 


3 -months 






Example F1 


1160 


1050 


1030 


Trans. 


Trans. 


Trans. 


5 


65 


Comparative Exam- 
ple F1 


960 


0 


0 


Trans. 


Opaque. 


Opaque. 


3 



[0744] In the Table 6, Trans, means "transparent". 
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[0745] From the results of the Table 6. it is confirmed that the thermally- and pressure-sensitive adhesive sheet in the 
Comparative Example F1 changed to "opaque" and adhesive strength ended to become zero after 1 -month because of 
crystallization of the solid pfasticizer, on the other hand, the thermally- and pressure-sensitive adhesive sheets in the 
Example F1 maintain a high transparency and adhesive strength even after 3-months and, further, those are excellent 
5 in blocking resistance. 

Example Q1 

(Synthesis of a thermoplastic resin) 

10 

[0746] A 1000-ml reaction vessel equipped with an agitator, a reflux condenser, a dropping funnel, a tube for intro- 
ducing nitrogen, and a thermometer was charged with 20% by weight of a mixture composed of 360 parts of a deion- 
ized water, 17 parts of a surface active agent (Emulgen 935 manufactured by Kao, Ltd.), 342 parts of a 
methylmethacrylate (MMA), 101 parts of a n-butylacrylate (BA), 39 parts of an epoxy compound (Epikote 828 manufac- 

is tured by Yuka-Shei) Epoxy, Ltd.). followed by heating to 70°C while agitating. Residual 80% of the mixture and 2.8 parts 
of potassium persulphate were added dropwise into the reaction vessel over approximately 2 hours. 
[0747] Reaction was further continued for 2 hours to terminate polymerization reaction and to obtain an emulsion. 
[0748] A 1000-ml reaction vessel equipped with an agitator, a reflux condenser, a dropping funnel, a tube for intro- 
ducing nitrogen, and a thermometer was charged with 140 parts of the emulsion and 266 parts of a deionized water, 

20 followed by heating to 70°C while agitating. There were added dropwise a mixture composed of 26 parts of BA, 21 parts 
of MMA, 2.5 parts of diethylaminoethylmethacrylate, and 1 .5 part of acrylic acid, and 0.5 part of potassium persulphate 
over 2 hours into the reaction vessel. Reaction was further continued for 2 hours to terminate polymerization reaction 
and to obtain an acrylic epoxy-based emulsion (solid content concentration of 30% by weight, pH 4.8, a viscosity of 6 
mP • s (30°C)). Ammonia was added to the emulsion to adjust pH to 8.0. 

25 

(Preparation of a thermally- and pressure-sensitive adhesive) 

[0749] There were mixed 1 00 parts by weight of dicyclohexylphthalate which is a solid plasticizer, 1 2 parts by weight 
of an anionic surface active agent which is a dispersant, and 70 parts by weight of water, followed by crushing with a 
so ball mill until attaining to an average particle diameter of 2.2 jim to obtain a water dispersion liquid of dicyclohexylphtha- 
late. 

[0750] Into the dispersion liquid, there were added a water dispersion liquid of the thermoplastic resin obtained here- 
inabove, the terpene-based resin which is a tackif ier, and water, followed by agitating until attaining to becoming homo- 
geneous to obtain a thermally- and pressure-sensitive adhesive having a solid content of 45% by weight Formulating 
35 ratio herein is 26 parts by weight of the thermoplastic resin and 1 7 parts by weight of the tackif ier based on 100 parts 
by weight of the solid plasticizer. 

(Preparation of a thermally- and pressure-sensitive adhesive sheet) 

40 [0751] The thermally- and pressure-sensitive adhesive prepared hereinabove was coated on a polyethylene tereph- 
thalate film (hereinafter, occasionally referred to a merely "PET film" having the thickness of 25 p/n which is treated by 
a corona discharge using a barcoater so that a coating amount after drying becomes 12 g/m 2 , followed by drying at 
40°C tor 2 minutes to obtain a thermally- and pressure-sensitive adhesive sheet. 

45 Comparative Example Q1 

(Preparation of a thermally- and pressure-sensitive adhesive) 

[0752] Into the water dispersion liquid of dicyclohexylphthalate likewise prepared as in the Example Q1 , there were 
so added a water-based emulsion of an acrylic-based resin (an MMA-BA-acryiic add copolymer, glass transition temper- 
ature (Tg): 25°C), a water-based emulsion of the terpene-based tackif ier, and water, followed by agitating until attaining 
to becoming homogeneous to obtain a thermally- and pressure-sensitive adhesive having a solid content of 47% by 
weight Formulating ratio herein is 26 parts by weight of the thermoplastic resin and 17 parts by weight of the tackif ier 
based on 100 parts by weight of the solid plasticizer. 

55 

(Preparation of a thermally- and pressure-sensitive adhesive sheet) 

[0753] The thermally- and pressure-sensitive adhesive prepared hereinabove was coated on a PET film using a bar- 
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coater so that a coating amount after drying becomes 12 g/m 2 , followed by drying at 40°C for 2 minutes to obtain a ther- 
mally- and pressure-sensitive adhesive sheet. 

Performance test 

s 

[0754] In the thermally- and pressure-sensitive adhesive sheets obtained in the Example and Comparative Example, 
properties were evaluated as follows. Results are shown in Table 7. 

(Adhesive strength) 

10 

[0755] The thermally- and pressure-sensitive adhesive sheet was cut into the size of width of 25 mm and length of 
125 mm to prepare test pieces. The test pieces were activated at 120°C for 30 seconds, and placed on a glass plate 
[Micro Slide Glass "White Green Polish" manufactured by IwaW Glass, Ltd.] and a stainless steel plate, followed by 
sticking through compressing with a rubber roll by making one round traverse while loading the weight of 2 kg. The test 
is pieces were placed at an atmosphere of 23°C and 50% RH for 1 day, and then, an adhesive strength (gf/25 mm) was 
measured at a tensile speed of 300 mm/minute and peeling angle of 180° using a tensile tester (Tensilon UCT-5T man- 
ufactured by Orientech, Ltd.). 

(Holding power) 

20 

[0756] After two test pieces were activated as well as in the case of the adhesive strength, pressure sensitive adhe- 
sive layers in the two test pieces were laminated so that an adhesive portion becomes 25 mm 2 , and those were stuck 
each other through compressing with a rubber roll by making one round traverse while loading the weight of 2 kg. After 
placed at an atmosphere of 23°C and 50% RH for 30 minutes, holding power (minute) was measured according to JIS 
25 Z0237. 

(Water resistance) 

[0757] After the test pieces were activated as well as in the case of the adhesive strength, those were stuck on a glass 
30 plate. After placed at an atmosphere of 23°C and 50% RH for 1 day, conditions when immersed in water of 23°C for 2 
days were judged according to the following standards. 

o: No change was observed. 

a: A blister was partially observed in a coating material. 
35 x: A coating material was peeled. 



Table 7 





Adhesive strength (gf/25 m) 


Holding Power 


Water resistance 




glass 


stainless 






Example G1 


1180 


1550 


>16 minutes 


o 


Comparative Example G1 


650 


800 


6 minutes 


X 



45 

[0758] From the Table 7, it is evident that the thermally- and pressure-sensitive adhesive sheet obtained in the Exam- 
pie has an excellent adhesive strength against, particularly, a metal and, moreover, excellent in holding power and 
water resistance. 

so Example H1 

(Preparation of a water dispersion liquid of a solid plasticizer) 

[0759] 100 parts of dicyclohexylphthaJate which is a solid plasticizer, 12 parts of an anionic surface active agent (an 
65 ammonium salt of a polycarboxylic acid), and 70 parts of water were mixed, followed by crushing with a ball mill until 
attaining to an average particle diameter of 2.2 \im to obtain a water dispersion liquid of dicyclohexylphthalate. 
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(Preparation of a thermoplastic resin emulsion) 

[0760] 2 -liter reaction vessel equipped with an agitator, a reflux condenser, a dropping funnel, a tube for introducing 
nitrogen, and a thermometer was charged with 219 parts of isopropylalcohol (hereinafter, abbreviated to "I PA"), and 

5 0.62 part of azobisisobutylonitrile (hereinafter, abbreviated as "AIBN") was added while agitating to dissolve, followed 
by heating to 80°C. As copolymerizabie components, there were mixed 1 35.7 parts of methylmethacrylate (MM A), 86.3 
parts of n-butylacrylate (BA), 7.4 parts by weight of acrylic acid (AA), and 2.8 parts of 3-methacryloxypropyl trimethox- 
ysiiane (A-174 manufactured by Nihon Unicar, Ltd.), followed by adding dropwise into the reaction vessel using the 
dropping funnel over approximately 4 hours. After the completion of the dropwise addition, 0.25 part of AIBN which is 

10 an additional catalyst was dissolved in 25 parts of IPA, and it was added dropwise into the reaction vessel, and reaction 
was further continued for 2 hours. After the completion of the polymerization reaction, 7.0 parts of 25 wt%-aqueous 
ammonia was added into the reaction vessel, and 705 parts of water was added dropwise into the reaction vessel over 
approximately 2 hours while agitating to emulsify. After having emulsified, a desired thermoplastic resin emulsion was 
obtained by evaporating IPA using a rotary evaporator. 

15 [0761 ] in the emulsion, solid content was 47% by weight and in the thermoplastic resin (a methylmethacrylate-n-buty- 
lacrylate-acrylic acid-3-methacryloxypropyl trimethoxysilane copolymer), a weight average molecular weight (Mw) was 
2,500,000, and a glass transition temperature (Tg) was 25°C. 

(Preparation of a thermally- and pressure-sensitive adhesive) 

20 

[0762] Into the water dispersion liquid of the solid plasticizer prepared hereinabove, the water-based emulsion of an 
acrylic-based resin having a hydrolyzable silyl group prepared hereinabove, a water-based emulsion of a terpene- 
based tackif ier, and water were mixed, followed by agitating until attaining to becoming homogeneous to obtain a ther- 
mally- and pressure-sensitive adhesive having a solid content of 52% by weight. Formulating ratio herein is 26 parts of 
25 the thermoplastic resin and 1 7 parts of the tackif ier based on 1 00 parts of the solid plasticizer. 

(Preparation of a thermally- and pressure-sensitive adhesive sheet) 

[0763] The thermally- and pressure-sensitive adhesive prepared hereinabove was coated on a polyethylene tereph- 
30 thalate film (hereinafter, referred as merely "PET film") having the thickness of 25 \im which is treated by a corona dis- 
charge using a barcoater so that a coating amount after drying becomes 12 g/m 2 , followed by drying at 40°C for 2 
minutes to obtain a thermally- and pressure-sensitive adhesive sheet 

Example H2 

35 

(Preparation of a water dispersion liquid of a solid plasticizer) 

[0764] There were mixed 100 parts of bis(cis-3,3,5-trimethylcyclohexhyl)phthalate (a melting point: 93°C) and 12 
parts of an anionic surface active agent (an ammonium salt of a polycarboxylic acid) as a dispersant and 70 parts of 
40 water, and those were crushed using a ball mill until attaining to an average particle diameter of 2.8 jim to obtain a water 
dispersion liquid of bis(cis-3,3,5-trimethylcyclohexhyQphthaiate. 

(Preparation of a thermoplastic resin emulsion) 

45 [0765] 2 -liter reaction vessel equipped with an agitator, a reflux condenser, a dropping funnel, a tube for introducing 
nitrogen, and a thermometer was charged with 219 parts of IPA, and 0.62 part of AIBN was added while agitating to 
dissolve, followed by heating to 80°C. As copolymerizabie components, there were mixed 45.2 parts of methylmethacr- 
ylate (MM A), 105.5 parts of n-butylacrylate, 90.4 parts of styrene. 7.4 parts of acrylic acid, and 3.5 parts of 3-methacry- 
loxypropyl methoxy si lane (A-174 manufactured by Nihon Unicar, Ltd.), followed by adding dropwise into the reaction 

so vessel using the dropping funnel over approximately 4 hours. After the completion of the dropwise addition, 0.25 part of 
AIBN which is an additional catalyst was dissolved in 25 parts of IPA, and it was added dropwise into the reaction ves- 
sel, and reaction was further continued for 2 hours. After the completion of the polymerization reaction, 7.0 parts of 25 
wt%- aqueous ammonia was added into the reaction vessel, and 705 parts of water was added dropwise into the reac- 
tion vessel over approximately 2 hours while agitating to prepare an emulsion. After having emulsified, a desired ther- 

55 moplastic resin emulsion was obtained by evaporating IPA using a rotary evaporator. In the emulsion, solid content was 
52% by weight and in the thermoplastic resin (a methylmethacrylate-n-butylacryiate-styrene-aaylic acid-3-methacry- 
loxypropyl trimethoxysilane copolymer), a weight average molecular weight (Mw) was 2,300,000, and a glass transition 
temperature (Tg) was 23°C. 
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(Preparation of a thermally- and pressure-sensitive adhesive) 

[0766] Into the water dispersion liquid of the solid plasticizer prepared hereinabove, a water-based emulsion of an 
acrylic-based polymer having a hydrofyzaWe silyl group prepared hereinabove, a water-based emulsion of a rosin- 
s based tackifier which is a tackif ier, and water were mixed, followed by agitating until attaining to becoming homogene- 
ous to obtain a thermally- and pressure-sensitive adhesive having a solid content of 55% by weight Formulating ratio 
herein is 26 parts of the thermoplastic resin and 1 7 parts of the tackifier based on 1 00 parts of the solid plasticizer. 

(Preparation of a thermally- and pressure-sensitive adhesive sheet) 

10 

[0767] The thermally- and pressure-sensitive adhesive prepared hereinabove was coated on a PET film having the 
thickness of 25 urn which is treated by a corona discharge using a barcoater so that a coating amount after drying 
becomes 12 g/m 2 , followed by drying at 40°C for 2 minutes to obtain a thermally- and pressure-sensitive adhesive 
sheet 

15 

Comparative Example H1 

[Preparation of a thermally- and pressure-sensitive adhesive] 

20 [0768] Into the water dispersion liquid of dicyclohexylphthalate likewise prepared as in the Example H1, a water- 
based emulsion of an acrylic-based resin (a methylmethacrylate-n-butylaCTylate-acrylic acid copolymer, a weight aver- 
age molecular weight (Mw): 220,000, and a glass transition temperature (Tg): 15°C), a water-based emulsion of a ter- 
pene-based tackifier which is a tackifier, and water were mixed, followed by agitating until attaining to becoming 
homogeneous to obtain a thermally- and pressure-sensitive adhesive having a solid content of 52% by weight Formu- 

25 lating ratio herein is 26 parts of the thermoplastic resin and 1 7 parts of the tackifier based on 1 00 parts of the solid plas- 
ticizer. 

(Preparation of a thermally- and pressure-sensitive adhesive sheet) 

30 [0769] The thermally- and pressure-sensitive adhesive prepared hereinabove was coated on a PET film using a bar- 
coater so that a coating amount after drying becomes 1 2 g/m*. followed by drying at 40°C for 2 minutes to obtain a ther- 
mally- and pressure-sensitive adhesive sheet. 

Performance test 

35 

[0770] Properties in the thermally- and pressure-sensitive adhesive sheets obtained in the Examples and Compara- 
tive Example were evaluated as follows. Results are shown in Table 8. 

(Adhesive strength) 

40 

[0771] The thermally- and pressure-sensitive adhesive sheet was cut into the size of width of 25 mm and length of 
125 mm to prepare test pieces. The test pieces were activated at 120°C for 30 seconds, and placed on a glass plate 
[Micro Slide Glass "White Green Polish" manufactured by Iwaki Glass, Ltd.], followed by sticking through compressing 
with a rubber roll by making one round traverse while loading the weight of 2 kg. The test pieces were placed at an 
45 atmosphere of 23°C and 50% RH for 1 day. and then, an adhesive strength (gf/25 mm) was measured at a tensile speed 
of 300 mm/minute and peeling angle of 180° using a tensile tester (Tensilon UCT-5T manufactured by Orientech, Ltd.). 

(Holding power) 

so [0772] After two test pieces were activated as well as in the case of the adhesive strength, pressure sensitive adhe- 
sive layers in the two test pieces were laminated so that an adhesive portion becomes 25 mm 2 , and those were stuck 
each other through compressing with a rubber roll by making one round traverse while loading the weight of 2 kg. After 
placed at an atmosphere of 23°C and 50% RH for 30 minutes, holding power (minute) was measured according to JIS 
Z0237. 

65 

(Water resistance) 

[0773] After two test pieces were activated as well as in the case of the adhesive strength, those were stuck on a glass 
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plate. After placed at an atmosphere of 23°C and 50% RH for 1 day, conditions when immersed in water of 23°C for 2 
days were judged according to the following standards. 

o: No change was observed. 

a: A blister was partially measured in a coating material, 
x: A coating material was peeled. 



Table 8 





Adhesive strength (gf/25 
mm) 


Holding Power 


Water resistance 


Example H1 


1050 


>1 6 minutes 


o 


Example H2 


1130 


>1 6 minutes 


o 


Comparative Example H1 


800 


6.5 minutes 


X 



[0774] From the Table 8, it is evident that the thermally- and pressure-sensitive adhesive sheets obtained in the Exam- 
ples are more excellent in adhesive strength, holding power and water resistance compared to the sheet in the Com- 
parative Example. 

Example 1 1 

(Preparation of a water dispersion liquid of a solid plasticizer) 

[0775] 100 parts of dicyclohexylphthalate which is a solid plasticizer, 12 parts of an anionic surface active agent and 
70 parts of water were mixed, followed by crushing with a ball mill until attaining to an average particle diameter of 2.2 
jim to obtain a water dispersion liquid of dicyclohexylphthalate. 

(Synthesis of a thermoplastic resin) 

[0776] A 2-liter reaction vessel equipped with an agitator, a reflux condenser, a dropping funnel, a tube for introducing 
nitrogen, and a thermometer was charged with 35 parts of a deionized water, 0.1 1 part of <x-sulpho-<o-[2-(1-propeny!)- 
4-nonylphenoxy]polyoxyethylene (n=10) ammonium salt ("Aqualone HS-10" manufactured by Daiichi-Kogyo Seiyaku, 
Ltd.) which is an emulsif ier to be added at an initial period, and 0.33 part of ammonium persulphate (APS) which is a 
polymerization initiator, followed by raising internal temperature to 80°C. On the other hand, another vessel was 
charged with 30 parts of a deionized water and 7.9 parts of "Aqualone HS-10" to dissolve while agitating, followed by 
adding a monomer mixture composed of 38 parts of 2-ethylhexylacrylate (2EHA), 60 parts of styrene (St), and 2 parts 
of acrylic acid (AA) while agitating for 30 minutes to obtain a monomer premixtura 

[0777] Contents in the reaction vessel were agitated under a nitrogen stream, the monomer premixture and 5.7 parts 
of 3.8 wt%-APS aqueous solution were intermittently added to initiate a polymerization, followed by conducting a 
polymerization reaction for approximately 3 hours. After the completion of the polymerization reaction, agitation was fur- 
ther continued for approximately 1 hour at the same temperature, followed by cooling to 60°C. After that, 2.85 parts of 
12 wt%-aqueous solution of t-butylhydroperoxide ("Perbutyl H69" manufactured by Nihon YUshi, Ltd.) which is a polym- 
erization initiator was added twice over every 15 minutes, and 1.375 part of 9 wt%-aqueous solution of a sodium-for- 
maldehyde-sulphoxylate ("Redol C" manufactured by Sumitomo Seika. Ltd.) which is a reducing agent was added four 
times over every 15 minutes. 

[0778] After the completion of the addition of the reducing agent, agitation was further continued for approximately 30 
minutes at the same temperature, followed by cooling to obtain an emulsion of an acrylic-based copolymer. In the emul- 
sion, solid content concentration was 56% by weight. pH was 2.1 , a viscosity was 1 10 cps (30°C), and an average par- 
ticle diameter was 0.15 |tm. Further, in the acrylic-based copolymer, a weight average molecular weight (Mw) was 
200,000, and a glass transition temperature (Tg) was 22°C. It is to be noted that the weight average molecular weight 
in the acrylic-based copolymer was measured by a gel permeation chromatography (GPC). 
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(Preparation of a thermally- and pressure-sensitive adhesive) 

[0779] Into the water dispersion liquid of dicyciohexylphthalate prepared hereinabove, the water-based emulsion of 
the acrylic-based polymer obtained hereinabove which is a thermoplastic resin, a water-based emulsion of a terpen e- 
5 based tackifier which is a tacWf ier. and water were mixed, followed by agitating until attaining to becoming homogene- 
ous to obtain a thermally- and pressure-sensitive adhesive having a solid content of 47% by weight Formulating ratio 
herein is 26 parts of the thermoplastic resin and 17 parts of the tackifier based on 100 parts of the solid plasticizer. 

(Preparation of a thermally- and pressure-sensitive adhesive sheet) 

10 

[0780] The thermally- and pressure-sensitive adhesive prepared hereinabove was coated on a polyethylene tereph- 
thalate film (hereinafter, occasionally referred as merely a "PET film") having the thickness of 25 Jim which is treated by 
a corona discharge so that a coating amount after drying becomes 12 g/m 2 using a barcoater, followed by drying at 
40°C for 2 minutes to obtain a thermally- and pressure-sensitive adhesive sheet. 

15 

Comparative Example 1 1 

(Preparation of a thermoplastic resin) 

20 [0781 ] An acrylic-based copolymer emulsion was likewise prepared as in the Example 1 1 except that a temperature 
in polymerization was changed to 90°C, and concentration was changed to 10% by weight (addition amount of the APS 
aqueous solution: 5.7 parts) in an APS aqueous solution to be intermittently added together with a monomer premixture 
in polymerization. As a result, in the acrylic-based copolymer obtained, a weight average molecular weight (Mw) was 
50,000, and a glass transition temperature (Tg) was 23°C. 

25 

(Preparation of a thermally- and pressure-sensitive adhesive) 

[0782] Into the water dispersion liquid of dicyciohexylphthalate likewise prepared as in the Example I 1, the water- 
based emulsion of an acrylic-based copolymer obtained hereinabove which is a thermoplastic resin, a water-based 
30 emulsion of a terpene-based tackifier which is a tackifier, and water were mixed, followed by agitating until attaining to 
becoming homogeneous to obtain a thermally- and pressure-sensitive adhesive having a solid content of 47% by 
weight Formulating ratio herein is 26 parts of the thermoplastic resin and 17 parts of the tackifier based on 100 parts 
of the solid plasticizer. 

35 (Preparation of a thermally- and pressure-sensitive adhesive sheet) 

[0783] The thermally- and pressure-sensitive adhesive prepared hereinabove was coated on a PET film so that a 
coating amount after drying becomes 12 g/m 2 using a barcoater, followed by drying at 40°C for 2 minutes to obtain a 
thermally- and pressure-sensitive adhesive sheet 

40 

Comparative Example 1 2 

(Preparation of a thermoplastic resin) 

45 [0784] An acrylic-based copolymer emulsion was likewise prepared as in the Example 1 1 except that a temperature 
in polymerization was changed to 70°C. and concentration was changed to 2% by weight (addition amount of the APS 
aqueous solution: 5.7 parts) in an APS aqueous solution to be intermittently added together with a monomer premixture 
in polymerization. As a result, in the acrylic-based copolymer obtained, a weight average molecular weight (Mw) was 
700,000, and a glass transition temperature (Tg) was 19*C. 

50 

(Preparation of a thermally- and pressure-sensitive adhesive) 

[0785] Into the water dispersion liquid of dicyciohexylphthalate likewise prepared as in the Example I 1, the water- 
based emulsion of an acrylic-based polymer obtained hereinabove which is a thermoplastic resin, a water-based emul- 
65 sion of a terpene-based tackifier which is a tackifier, and water were mixed, followed by agitating until attaining to 
becoming homogeneous to obtain a thermally- and pressure-sensitive adhesive having a solid content concentration of 
47% by weight Formulating ratio herein is 26 parts of the thermoplastic resin and 1 7 parts of the tackifier based on 100 
parts of the solid plasticizer. 
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(Preparation of a thermally- and pressure-sensitive adhesive sheet) 

[0786] The thermally- and pressure-sensitive adhesive prepared hereinabove was coated on a PET film so that a 
coating amount after drying becomes 12 g/m 2 using a barcoater, followed by drying at 40°C for 2 minutes to obtain a 
5 thermally- and pressure-sensitive adhesive sheet 

Performance test 

[0787] Properties in the thermally- and pressure-sensitive adhesive sheets obtained in the Example and Comparative 
10 Examples were evaluated as follows. Results are shown in Table 9. 

(Adhesive strength) 

[0788] The thermally- and pressure-sensitive adhesive sheet was cut into the size of width of 25 mm and length of 
75 125 mm to prepare test pieces. The test pieces were activated at 120°C for 30 seconds, and placed on a glass plate 
[Micro Slide Glass "White Green Polish" manufactured by Iraki Glass, Ltd.], followed by sticking through conpressing 
with a rubber roll by making one round traverse while loading the weight of 2 kg. The test pieces were placed at an 
atmosphere of 23°C and 50% RH for 1 day or 6 months, and then, an adhesive strength (gf/25 mm) was measured at 
a tensile speed of 300 mm/minute and peeling angle of 180° using a tensile tester (Tensilon UCT-5T manufactured by 
20 Orientech, Ltd.). 

(Peeling test) 

[0789] The thermally- and pressure-sensitive adhesive sheet was stuck on a glass plate as well as in the above- 
25 described adhesive strength, and test pieces were peeled by hand after placing for 1 day or 6 months. Evaluations were 
judged according to the following standards. 

o: Peeled without remaining the thermally- and pressure-sensitive adhesive on surface of the glass plate. 
30 a: Peeled with partially remaining the thermally- and pressure-sensitive adhesive on surface of the glass plata 
x: Already peeled before testing, or a base sheet was broken. 



Table 9 





Adhesive strength (gf/25 
mm) 


Conditions in peeling 




After 


After 




1-day 


6 months 


1-day 


6 months 


Example 11 


450 


430 


o 


o 


Comparative Example 11 


120 


0 


A 


X 


Comparative Example 12 


570 


>1000 


o 


X 



[0790] From the Table 9, it is evident that the thermally- and pressure-sensitive adhesive sheet obtained in the Exam- 
ple has a practically sufficient adhesive strength at the period of 1 day and 6 months after sticking in the case that it is 
stuck on a material to be stuck after producing a tackiness by heating and, moreover, it can be peeled without remaining 

so the thermally- and pressure-sensitive adhesive on the glass plate. On the other hand, it is confirmed that adhesive 
strength is small in the thermally- and pressure-sensitive adhesive sheet obtained in the Comparative Example 1 1 and, 
it was peeled at the period of 6 months by only placing on the glass plate, resulting in that it cannot be practically 
employed. Further, although the adhesive strength is only slightly larger in the thermally- and pressure-sensitive adhe- 
sive sheet in the Comparative Example 1 2 than that in the Example 1 1 , the adhesive strength becomes very larger at 

55 6 months, it becomes substantially impossible to peel. 
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Example J1 

(Preparation of a water dispersion liquid of a solid ptasticizer) 

[0791] There were mixed 100 parts of dicyclohexhylphthalate as a solid ptasticizer, 2.4 parts of an anionic surface 
active agent (an ammonium salt of a poiycartx>xytic acid) as a dispersant, and 80 parts of water, and those were 
crushed using a ball mill until attaining to an average particle diameter of 2.2 \im to obtain a water dispersion liquid of 
dicyclohexhylphthalate. 

(Preparation of a water-based thermally- and pressure-sensitive adhesive) 

[0792] A water-based emulsion of an acrylic-based polymer (2-ethyihexylacrylate-methylmethacrylate-acrylic add 
copolymer having a glass transition temperature Tg of 5°C) which is a thermoplastic resin, a water-based emulsion of 
a terpene-based tackif ier which is a tacWf ier, and water were added to the water dispersion liquid of dicyclohexyiphtha- 
late prepared hereinabove, followed by agitating until attaining to a uniform liquid to obtain a thermally- and pressure- 
sensitive adhesive having a concentration of 50% by weight. Formulating ratio herein is 26 parts of the thermoplastic 
resin and 17 parts of the tackifier based on 100 parts of the solid plasticizer. Composition of the thermally- and pres- 
sure-sensitive adhesive in the Example is shown in Table 10. 

(Thermally- and pressure-sensitive adhesive sheet) 

[0793] The thermally- and pressure-sensitive adhesive prepared hereinabove was coated on a surface of a single 
side-treated art paper having the density of 84.9 g/m 2 using a barcoater so that a coating amount after drying becomes 
12 g/m 2 , followed by drying at 40°C for 2 minutes to obtain a thermally- and pressure-sensitive adhesive sheet in the 
Example J1. 

Comparative Example J1 

(Preparation of a water-based thermally- and pressure-sensitive adhesive) 

[0794] A water-based emulsion of an acrylic-based polymer (2-ethylhexylacrylate-methylmethacrylate-acrylic acid 
copolymer having a glass transition temperature Tg of 5°C) which is a thermoplastic resin, a water-based dispersion of 
a rosin-based tacWf ier in which is a tackif ier, and water were added to the water dispersion liquid of dicyclohexylphtha- 
late prepared in the Example J1 , followed by agitating until attaining to a uniform liquid to obtain a thermally- and pres- 
sure-sensitive adhesive having a concentration of 50% by weight. Formulating ratio herein is 53 parte of the 
thermoplastic resin and 13 parts of the tacWfier based on 100 parts of the solid plasticizer. Composition of the water- 
based thermally- and pressure-sensitive adhesive in the Comparative Example is shown in Table 10. 
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(Thermally- and pressure-sensitive adhesive sheet) 

[0795] The water-based thermally- and pressure-sensitive adhesive prepared hereinabove was coated on a surface 
of a single side-treated art paper having the density of 84.9 g/m 2 using a barcoater so that a coating amount after drying 
s becomes 1 2 g/m 2 . followed by drying at 40°C for 2 minutes to obtain a thermally- and pressure-sensitive adhesive sheet 
in the Comparative Example J1. 



Table 10 





Example J 1 


Comparative Example 
J1 


Acrylic-based thermoplastic resin 1 ) 


26 


53 


TacWfier 


Terpene resin 


17 




Rosin derivative 




13 


Solid plasticizer (dicyclohexylphthalate) 


100 


100 


Anionic surface active agent 


2.4 


2.4 


Unit: part by weight 



1) 2-ethylhexylacrylate-methylmelhacrylate-acrylic acid copolymer 
(Glass transition temperature Tg: S°C) 



26 Evaluations of properties in the thermally- and pressure-sensitive adhesive sheets 

[0796] Properties in the thermally- and pressure-sensitive adhesive sheets obtained in the Example J1 and Compar- 
ative Example J1 were evaluated as follows. 

30 (Adhesive strength test) 

[0797] The thermally- and pressure-sensitive adhesive sheet obtained was cut into the size of width of 25 mm and 
length of 125 mm to prepare test pieces. The test pieces were heated at 120°C for 30 seconds to produce tackiness, 
and stuck on a glass plate [Micro Slide Glass "White Green Polish" manufactured by IwaW Glass, Ltd.], followed by 
36 sticking through compressing with a rubber roll by making one round traverse while loading the weight of 2 kg. 

[0798] The test pieces were placed at an atmosphere of 23"C and 60°C RH for 1 day and 6 months, and then an adhe- 
sive strength was measured at a tensile speed of 300 mm/minute and peeling angle of 1 80° using a tensile tester (Ten- 
silon UCT-5T manufactured by Orientech, Ltd.). Results are shown in Table 11. 

40 (Blocking resistance test) 

[0799] The thermally- and pressure-sensitive adhesive sheets obtained were placed at the loading the weight of 500 
g/cm 2 and under an atmosphere of 45°C for 24 hours to evaluate blocking resistance from a peeling ability according 
to the following standards. 
45 [0800] Results are shown in Table 1 1 . 

5: It was peeled without a peeling resistance. 

4: It was peeled while slightly sounding when being peeled. 

50 

3: It was peeled while continuously sounding when being peeled. 

2: Fibers of paper were partially left on a pressure-sensitive adhesive layer when being peeled. 

ss 1 : Paper was broken by blocking. 
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(Fall of a melting point) 

[0801] The water-based thermally- and pressure-sensitive adhesives prepared in the Example J1 and the Compara- 
tive Example J1 were coated on a polyethylene terephthalate film having the thickness of 75 \im using a barcoater, 

5 respectively. A coating amount after drying was adjusted to 1 2 g/m 2 . After heating at 40°C for 2 minutes, thermally- and 
pressure-sensitive adhesive layers were scraped off. respectively, followed by conducting a differential thermal analysis 
at temperature raising speed of 20°C/minute using a differential scanning calorimeter. Likewise, a differential thermal 
analysis for the solid plasticizer (dicyciohexylphthalate) itself was conducted at temperature raising speed of 
20°C/minute using a differential scanning calorimeter. An endothermic peak was defined as a melting point of the solid 

10 plasticizer. 

[0802] In a differential thermal analysis chart for samples scraped off the thermally- and pressure-sensitive adhesive 
layers in the Example J1 and the Comparative Example J1 , there were shown endothermic peaks caused by the solid 
plasticizer and the tackifier and, of those, a temperature of the endothermic peak caused by the solid plasticizer is 
defined as "a melting point of the solid plasticizer in a thermally- and pressure-sensitive adhesive layer. 
is [0803] And, a fail of a melting point was calculated by the following equation based on the melting points and, results 
are shown in Table 1 1 . 

Fall of a melting point = (Melting point of the solid plasticizer) - 
(Melting point of the solid plasticizer in a thermally- and pressure-sensitive adhesive layer) 

20 



Table 11 





Adhesive strength (gf/25 
mm) 


Blocking resistance 


Fall of melting point 


Example J1 


450 


5 


1.8°C ( 


Comparative Example J1 


570 


1 


4.2°C 



[0804] As shown in Table 11, in the thermally- and pressure-sensitive adhesive sheet of the Example J 1, fall of the 
melting point of the solid plasticizer in the thermally- and pressure-sensitive adhesive layer was 1 .8°C which is less than 
3°C and, on the other hand, in the thermally- and pressure-sensitive adhesive sheet of the Comparative Example J1. 
35 fall of the melting point of the solid plasticizer in the thermally- and pressure-sensitive adhesive layer was not less than 
3°C. Although the adhesive strength is a same level in the Example J1 and the Comparative Example J1 , the blocking 
resistance is more excellent in the sheet of the Example J1 than in the sheet of the Comparative Example J1. 

Example K1 

40 

(Preparation off a water dispersion liquid of a solid plasticizer) 

[0805] There were mixed 100 parts of dicyclohexhylphthalate as a solid plasticizer, 12 parts of an anionic surface 
active agent (an ammonium sait of a polycarboxylic acid) as a dispersant, and 80 parts of water, and those were 
45 crushed using a ball mill until attaining to an average particle diameter of 2.2 jim to obtain a water dispersion liquid of 
dicyclohexyl phthalate. 

(Preparation of a thermally- and pressure-sensitive adhesive) 

so [0806] A water-based emulsion of an acrylic-based polymer (2-ethylhexylacrylate-methylmethacrylate-acrylic acid 
copolymer having a glass transition temperature Tg of 5°C) which is a thermoplastic resin, a water-based emulsion of 
a terpene-based tackifier which is a tackifier, and water were added to the water dispersion liquid of dicyciohexylphtha- 
late prepared hereinabove, followed by agitating until attaining to a uniform liquid to obtain an emulsion of a thermally- 
and pressure-sensitive adhesive having a concentration of 50% by weight. Formulating ratio herein is 26 parts of the 

65 thermoplastic resin and 1 7 parts of the tackifier based on 1 00 parts of the solid plasticizer. Composition of the thermally- 
and pressure-sensitive adhesive in the Example is shown in Table 12. 
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(Thermally- and pressure-sensitive adhesive sheet) 

[0807J The emulsion of a thermally- and pressure-sensitive adhesive prepared hereinabove was coated on a surface 
of a single side-treated art paper having the density of 84.9 g/m 2 using a barcoater so that a coating amount after drying 
becomes 12 g/m 2 , followed by drying at 40*C for 2 minutes to obtain a thermally- and pressure-sensitive adhesive sheet 
in the Example K1. 

Comparative Example K1 

(Preparation of a water dispersion liquid of a thermally- and pressure-sensitive adhesive) 

[0808] A water-based emulsion of an acrylic-based polymer (2-ethylhexylacrylate-methylmethacrylate-acrylic acid 
copolymer having a glass transition temperature Tg of 5°C) which is a thermoplastic resin, a water-based dispersion of 
a rosin-based tackif ier which is a tackif ier, and water were added to the water dispersion liquid of dicyclohexylphthalate 
prepared in the Example K1 , followed by agitating until attaining to a uniform liquid to obtain an emulsion of a thermally- 
and pressure-sensitive adhesive having a concentration of 50% by weight. Formulating ratio herein is 53 parts of the 
thermoplastic resin and 1 3 parts of the tackif ier based.on 1 00 parts of the solid plasticizer. Composition of the thermally- 
and pressure-sensitive adhesive in the Comparative Example is shown in Table 12. 

(Thermally- and pressure-sensitive adhesive sheet) 

[0809] The emulsion of a thermally- and pressure-sensitive adhesive prepared hereinabove was coated on a surface 
of a single side-treated art paper having the density of 84.9 g/m 2 using a barcoater so that a coating amount after drying 
becomes 12 g/m 2 , followed by drying at 40°C for 2 minutes to obtain a thermally- and pressure-sensitive adhesive sheet 
in the Comparative Example K1 . 

Comparative Example K2 

(Preparation of a water dispersion liquid of a thermally- and pressure-sensitive adhesive) 

[0810] A water-based emulsion of an acrylic-based polymer (2-ethylhexylacrylate-methylmethacrylate-acryiic acid 
copolymer having a glass transition temperature Tg of 5°C) which is a thermoplastic resin, a water-based dispersion of 
a petroleum resin-based tackif ier which is a tackif ier. and water were added to the water dispersion liquid of dicyclohex- 
ylphthalate prepared in the Example K1 . followed by agitating until attaining to a uniform liquid to obtain an emulsion of 
a thermally- and pressure-sensitive adhesive having a concentration of 50% by weight. Formulating ratio herein is 40 
parts of the thermoplastic resin and 27 parts of the tackif ier based on 100 parts of the solid plasticizer. Composition of 
the thermally- and pressure-sensitive adhesive in the Comparative Example is shown in Table 12. 

(Thermally- and pressure-sensitive adhesive sheet) 

[0811] The emulsion of the thermally- and pressure-sensitive adhesive prepared hereinabove was coated on a sur- 
face of a angle side-treated art paper having the density of 84.9 g/m 2 using a barcoater so that a coating amount after 
drying becomes 12 g/m 2 , followed by drying at 40°C for 2 minutes to obtain a thermally- and pressure-sensitive adhe- 
sive sheet in the Comparative Example K2. 
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Table 12 





Example K1 


Comparative Example 
K1 


Comparative Example 
K2 


Acrylic-based thermoplastic resin 1 * 


26 


53 


40 


Tackifier 


Terpene resin 


17 






Rosin derivative 




13 




Petroleum resin 






27 


Solid plasticizer (dicycfohexytphthalate) 


100 


100 


100 


Nonlonic surface active agent 


12 


12 


12 


Unit: part by weight 



1) 2-ethylhexylacrylate-methylmethacry late-acrylic acid copolymer 
(Glass transition temperature Tg: 5°C) 



so Evaluations of properties in the thermally- and pressure-sensitive adhesive sheets 

[0812] Properties in the thermally- and pressure-sensitive adhesive sheets obtained in the Example K1 and Compar- 
ative Examples K1 and K2 were evaluated as follows. 

25 (Adhesive strength test) 

[0813] Hie thermally- and pressure-sensitive adhesive sheet obtained was cut into the size of width of 25 mm and 
length of 125 mm to prepare test pieces. The test pieces were heated at 120°C for 30 seconds to produce tackiness, 
and stuck on a glass plate [Micro Slide Glass "White Green Polish" manufactured by Iwaki Glass, Ltd.], followed by 
30 sticking through compressing with a rubber roll by making one round traverse while loading the weight of 2 kg. 

[081 4] The test pieces were placed at an atmosphere of 23°C and 60% RH for 1 day or 6 months, and then, an adhe- 
sive strength was measured at a tensile speed of 300 mm/minute and peeling angle of 180° using a tensile tester (Ten- 
silon UCT-5T manufactured by Orientech, Ltd.) after 1 day or 6 months. 

35 (Peeling test) 

[0815] Test pieces were stuck on a glass plate as well as in the above-described adhesive strength, and the test 
pieces were peeled by hand. Evaluations of a peeling property were judged according to the following standards. 

40 o: Peeled without remaining the thermally- and pressure-sensitive adhesive on the glass plate. 

a: Peeled with partially remaining the thermally- and pressure-sensitive adhesive on the glass plate. 

x: Already peeled before testing, or paper (a base material sheet) was broken. 

46 

[081 6] Results of the adhesive strength test and the peeling test are shown in Table 1 3. 



Table 13 





Adhesive strength (gf/25 
mm) 


Conditions in peeling 




After 


After 




1-day 


6 months 


1-day 


6 months 


Example K1 


450 


430 


o 


o 


Comparative Example K1 


570 


>1000 


o 


X 
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Table 13 (continued) 





Adhesive strength (gf/25 
mm) 


Conditions in peeling 




After 


After 




1-day 


6 months 


1-day 


6 months 


Comparative Example K2 


400 


0 




X 



ro [081 7] From the Table 1 3. it is evident that the thermally- and pressure-sensitive adhesive sheet obtained in the Exam- 
ple K1 has a practically sufficient adhesive strength after 1 day and 6 months and, moreover, it can be peeled without 
remaining the thermally-and pressure-sensitive adhesive on the glass plate. On the other hand, it is confirmed that the 
adhesive strength after 1 day in the thermally- and pressure-sensitive adhesive sheet obtained in the Comparative 
Example K1 is slightly larger than that in Example K1 and, it became very larger after 6 months, resulting in that it can- 

is not be substantially peeled. Further, it is confirmed that although the adhesive strength is only slightly smaller in the 
thermally- and pressure-sensitive adhesive sheet in the Comparative Example K2 than that in the Example K1 , it was 
peeled by only placing after 6 months, it cannot be practically employed. 

Example L1 

20 

(Preparation of a water dispersion liquid of a solid piasticizer) 

[0818] There were mixed 100 parts of dicyclohexhylphthalate as a solid piasticizer, 12 parts of an anionic surface 
active agent (an ammonium salt of a polycarboxylic acid) as a dispersant, and 80 parts of water, and those were 
25 crushed using a ball mill until attaining to an average particle diameter of 2.2 \im to obtain a water dispersion liquid of 
dicyclohexyl phthalate. 

(Preparation of a thermally- and pressure-sensitive adhesive) 

30 [0819] A water-based emulsion of an acrylic-based polymer (2-ethylhexylacrylate-methylmethacrylate-acrylic acid 
copolymer having a glass transition temperature Tg of 5°C) which is a thermoplastic resin, a water-based emulsion of 
a terpene-based tackifier which is a tackifier, and water were added to the water dispersion liquid of dicyclohexylphtha- 
late prepared hereinabove, followed by agitating until attaining to a uniform liquid to obtain a thermally- and pressure- 
sensitive adhesive having a concentration of 50% by weight Formulating ratio herein is 26 parts of the thermoplastic 

35 resin and 17 parts of the tackifier based on 100 parts of the solid piasticizer. Composition of the thermally- and pres- 
sure-sensitive adhesive in the Example is shown in Table 14. 

(Thermally- and pressure-sensitive adhesive sheet) 

40 [0820] The emulsion of a thermally- and pressure-sensitive adhesive prepared hereinabove was coated on a surface 
of a single side-treated art paper having the density of 84.9 g/m 2 using a gravure coater so that a coating amount after 
drying becomes 4.5 g/m 2 . followed by drying at a drying zone (a zone length of 12 m) of 40°C and drying speed of 50 
m/minute to obtain a thermally- and pressure-sensitive adhesive sheet in the Example LI. 

46 Comparative Example L1 

(Preparation of a water dispersion liquid of a thermally- and pressure-sensitive adhesive) 

[0821] A water-based emulsion of an acrylic-based polymer (2-ethylhexylacryiate-methylmethacrylate-acrylic acid 
so copolymer having a glass transition temperature Tg of 5°C) which is a thermoplastic resin, a water-based dispersion of 
a rosin-based tackifier which is a tackifier, and water were added to the water dispersion liquid of dicyclohexylphthalate 
prepared in the Example L1, followed by agitating until attaining to a uniform liquid to obtain an emulsion of a thermally- 
and pressure-sensitive adhesive having a concentration of 50% by weight. Formulating ratio herein is 53 parts of the 
thermoplastic resin and 13 parts of the tackifier based on 1 00 parts of the solid piasticizer. Composition of the thermally- 
55 and pressure-sensitive adhesive in the Comparative Example is shown in Table 14. 



103 



EP 0 989 162 A1 



(Thermally- and pressure-sensitive adhesive sheet) 

[0822] The emulsion of a thermally- and pressure-sensitive adhesive prepared hereinabove was coated on a surface 
of a single side-treated art paper having the density of 84.9 g/m 2 using a gravure coater so that a coating amount after 
s drying becomes 8.0 g/m 2 , followed by drying at a drying zone (a zone length of 12 in) of 40°C and drying speed of 50 
nVminute to obtain a thermally- and pressure-sensitive adhesive sheet in the Comparative Example L1. 



Table 14 





Example J 1 


Comparative Example 
J1 


Acrylic-based thermoplastic resin 1 > 


26 


53 


TacWfier 


Terpene resin 


17 




Rosin derivative 




13 


Solid plastidzer (dicyclohexylphthalate) 


100 


100 


Nonionic surface active agent 


12 


12 


Unit: part by weight 



1) 2-elhylhexylacry late- methylmethacrylale-acry lie acid copolymer 
(Glass transition temperature Tg: 5°C) 



25 Evaluations of properties in the thermally- and pressure-sensitive adhesive sheets 

[0823] Properties in the thermally- and pressure-sensitive adhesive sheets obtained in the Example L1 and Compar- 
ative Example L1 were evaluated as follows. 

30 (Adhesive strength test) 

[0824] The thermally- and pressure-sensitive adhesive sheet obtained was cut into the size of width of 25 mm and 
length of 125 mm to prepare test pieces. Hie test pieces were heated at 120°C for 30 seconds to produce tackiness, 
and stuck on a glass plate [Micro Slide Glass "White Green Polish" manufactured by Iwaki Glass, Ltd.], followed by 
as sticking through compressing with a rubber roll by making one round traverse while loading the weight of 2 kg. 

[0825] The test pieces were placed at an atmosphere of 23°C and 60% RH for 5 minutes, 1 hour, and 1 day, respec- 
tively, and then, an adhesive strength was measured at a tensile speed of 300 mm/minute and peeling angle of 180° 
using a tensile tester (Tensilon UCT-5T manufactured by Orientech, Ltd.). 

40 (Disability test) 

[0826] In the above-described preparation of a thermally- and pressure-sensitive adhesive sheet, a dried level was 
judged by touching the pressure-sensitive adhesive sheet by hand immediately after passing through a drying zone 
after coating using a gravure coater. Standards for judgement are as follows. 

46 

o: Problems in disability were not observed, 
x: Drying was insufficient, and a coating liquid adhered to hand. 
so [0827] Results of the adhesive strength test and the dryabilrty test are shown in Table 1 5. 
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Table 15 





Adhesive strength(gh/25 mm) 


Conditions in drying 




After 






5 minutes 


1 hour 


1 day 




Example L1 


240 


250 


270 


0 


Comparative Example L1 


40 


70 


270 


X 



[0828] As being evident from the Table 1 5, thermally- and pressure-sensitive adhesive sheet obtained in the Example 
L1 has a practically sufficient adhesive strength even after 5 minutes, 1 hour, and 1 day in spite of a slight coated 

is amount On the other hand, in the thermally- and pressure-sensitive adhesive sheet obtained in the Comparative Exam- 
ple L1, the adhesive strength after 5 minutes and 1 hour is small in spite of a large coated amount, and it required 
approximately 1 day for attaining to the same level of the adhesive strength as in the Example LI. Further, although the 
thermally- and pressure-sensitive adhesive sheet in the Example L1 was sufficiently dried by passing through the dry- 
ing zone, the thermally- and pressure-sensitive adhesive sheet in the Comparative Example L1 was not sufficiently 

20 dried because of a large coated amount 

Example M1 

(1) Acrylic-based polymer emulsion 1 

25 

[0829] A 2000-ml reaction vessel equipped with an agitator, a reflux condenser, a dropping funnel, a tube for intro- 
ducing nitrogen, and a thermometer was charged with 219 parts of isopropylalcohol (IPA) and 1.23 part of azobi- 
sisobutylonitrile (AIBN) while agitating to dissolve, followed by heating to 80°C. 

[0830] As copolymerizable components, there were mixed 93.7 parts of methylmethacrytate (MM A), 98.7 parts of n- 
30 butylacrylate (BA), and 22.2 parts of acrylic acid, followed by adding dropwise into the reaction vessel using the drop- 
ping funnel over approximately 4 hours. After the completion of the dropwise addition, a solution composed of 0.25 part 
of AIBN which is an additional catalyst and 25 parts of IPA was added dropwise, and reaction was further continued for 
2 hours to complete a polymerization. After the completion of the polymerization. 20.9 parts of 25 wt%-aqueous ammo- 
nia was added into the reaction vessel, and 705 parts of water was added dropwise into the reaction vessel over 
35 approximately 2 hours while continuing to agitate to emulsify. After having been emulsified, an acrylic-based polymer 
emulsion 1 (solid concentration of 41 .0% by weight) was obtained by evaporating IPA using a rotary evaporator. 

(2) Recording sheet M1 A 

40 [0831 ] There were mixed 1 00 parts of dicyclohexylphthalate (a melting point of 65°C) as a solid plasticizer, 1 5 parts 
of an anionic surface active agent (a polycarboxylic ammonium salt) which is a dispersant, and 80 parts of water, and 
then by crushing until attaining to an average particle diameter of 2.2 |im using a bail mill to obtain a water dispersion 
liquid of dicyclohexylphthalate. 

[0832] It is to be noted that an average particle diameter in the solid plasticizer was measured by a laser-diffraction 
45 type particle size distribution meter (LA-500 manufactured by Horiba Seisakusyo, Ltd.). and it is described by a median 
diameter. 

[0833] The acrylic-based polymer emulsion 1 obtained in the above-described step (1) and a water-based emulsion 
of a terpene-phenol resin which is a tackifier (R-1050 manufactured by Yasuhara Chemical, Ltd.) were added to the 
water dispersion liquid of dicyclohexylphthalate prepared hereinabove, followed by agitating until attaining to a uniform 
so liquid to obtain a water-based coating liquid having a solid concentration of 45% by weight 

[0834] Formulating ratio herein is 50 parts of the acrylic-based polymer and 17 parts of the tackifier based on 100 
parts of the solid plasticizer (dicyclohexylphthalate). 

[0835] The above-described water-based coating liquid was coated on a polyethylene terephthalate film (hereinafter, 
occasionally referred to a merely "PET film" having the thickness of 25 \im which is treated by a corona discharge using 
ss a barcoater so that a coating amount after drying becomes 1 2 g/m 2 , followed by drying at 40°C for 3 minutes to obtain 
a recording sheet M1 A. 
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(3) Recording sheet M1B 

[0836] There were mixed 100 parts of bis(ds-3 t 3,5-trimethylcycfohexy!)phthalate (a melting point of 93°C) as a sofid 
piastidzer, 15 parts of an anionic surface active agent (an ammonium salt of a polycarboxylic acid) as a dispersant and 
5 80 parts of water, and those were crushed using a ball mill until attaining to an average particle diameter of 2.2 urn to 
obtain a water dispersion liquid of bis(cis-3,3,5-trimethylcyc!ohexyi) phthalate. 

[0837] The acrylic-based polymer emulsion 1 obtained in the above-described step (1) and a water-based emulsion 
of a terpene-phenol resin which is a tackifier (R-1050 manufactured by Yasuhara Chemical, Ltd.) were added to the 
water dispersion liquid of bis(cis-3 ( 3,5-trimethylcyc!ohexy0phtha!ate prepared hereinabove, followed by agitating until 
w attaining to a uniform liquid to obtain a water-based coating liquid having a solid concentration of 45% by weight. For- 
mulating ratio herein is 50 parts of the acrylic-based polymer and 1 7 parts of the tackifier based on 1 00 parts of the solid 
piastidzer [bis(ds-3,3,5-trimethylcyclohexyl)phthaIate]. 

[0838] The above-described water-based coating liquid was coated on a PET film having the thickness of 25 jxm 
which is treated by a corona discharge using a barcoater so that a coating amount after drying becomes 12 g/m 2 , fol- 
is lowed by drying at 40°C for 3 minutes to obtain a recording sheet M1 B. 

(4) Recording sheet M1C 

[0839] There were mixed 100 parts of dimenthyfphthalate (a melting point of 134°C) as a solid piastidzer. 15 parts of 
20 an anionic surface active agent (an ammonium salt of a polycarboxylic acid) as a dispersant and 80 parts of water, and 
those were crushed using a ball mill until attaining to an average partide diameter of 2.5 Jim to obtain a water dispersion 
liquid of dimerrthylphthalate. 

[0840] The acrylic-based polymer emulsion 1 obtained in the above-described step (1) and a water-based emulsion 
of a terpene-phenol resin which is a tackifier (R-1050 manufactured by Yasuhara Chemical, Ltd.) were added to the 
25 water dispersion liquid of dimerrthylphthalate prepared hereinabove, followed by agitating until attaining to a uniform liq- 
uid to obtain a water-based coating liquid having a solid concentration of 45% by weight. Formulating ratio herein is 50 
parts of the acrylic-based polymer and 17 parts of the tackifier based on 100 parts of the solid piastidzer (dimerrthyl- 
phthalate). 

[0841] The above-described water-based coating liquid was coated on a PET film having the thickness of 25 |im 
so which is treated by a corona discharge using a barcoater so that a coating amount after drying becomes 12 g/m 2 , fol- 
lowed by drying at 40°C for 3 minutes to obtain a recording sheet M1C. 

(5) Recording sheet M1D 

35 [0842] There were mixed 1 00 parts of 1 ,4-cyclohexanedimethanol bis(diphenylphospate) (a melting paint of 97°C) as 
a solid piastidzer, 15 parts of an anionic surface active agent (an ammonium salt of a polycarboxylic acid) as a disper- 
sant and 80 parts of water, and those were crushed using a ball mill until attaining to an average particle diameter of 

2.5 jim to obtain a water dispersion liquid of 1 ,4-cyclohexanedimethanol bis(diphenylphospate). 

[0843] The acrylic-based polymer emulsion 1 obtained in the above-described step (1) and a water-based emulsion 
40 of a terpene-phenol resin which is a tackifier (R-1050 manufactured by Yasuhara Chemical, Ltd.) were added to the 
water dispersion liquid of 1,4-cyclohexanedimethanolbis(diphenylphospate) prepared hereinabove, followed by agitat- 
ing until attaining to a uniform liquid to obtain a water-based coating liquid having a solid concentration of 46% by 
weight Formulating ratio herein is 50 parts of the acrylic-based polymer and 1 7 parts of the tackifier based on 1 00 parts 
of the solid piastidzer (1 ,4-cyclohexanedimethanol bis(diphenyfphospate)). 
45 [0844] The above-described water-based coating liquid was coated on a PET fflm having the thickness of 25 pm 
which is treated by a corona discharge using a barcoater so that a coating amount after drying becomes 12 g/m 2 , fol- 
lowed by drying at 40°C for 3 minutes to obtain a recording sheet M1 D. 

(6) Recording sheet M1E 

so 

[0845] There were mixed 100 parts of resordndbis[di(2,6-dimethyfpheny1)phospate] (a melting point of 95°C) as a 
solid piastidzer, 15 parts of an anionic surface active agent (an ammonium salt of a polycarboxylic acid) as a disper- 
sant and 80 parts of water, and those were crushed using a ball mill until attaining to an average particle diameter of 

2.6 \xxr\ to obtain a water dispersion liquid of resordnoibis[di(2,6-dimethylphenyl)phospate]. 

65 [0846] The acrylic-based polymer emulsion 1 obtained in the above-described step (1) and a water-based emulsion 
of a terpene resin which is a tackifier (R-1050 manufactured by Yasuhara Chemical, Ltd.) were added to the water cfis- 
persion liquid of resorcinoibis[di(2,6-dimethyiphenyQphosphate], followed by agitating until attaining to a uniform liquid 
to obtain a water -based coating liquid having a solid concentration of 45% by weight. Formulating ratio herein is 50 
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parts of the acrylic-based polymer and 17 parts of the tackifier based on 100 parts of the solid piasticizer {resordnol- 
bis[di(2.6-dimethylphenyl)phospate]}. 

[0847] The above-described water-based coating liquid was coated on a PET film having the thickness of 25 
which is treated by a corona discharge using a barcoater so that a coating amount after drying becomes 12 g/m 2 , fol- 
5 lowed by drying at 40°C for 3 minutes to obtain a recording sheet M1 E. 

(7) Recording sheet M1 F 

[0848] There were mixed 1 00 parts of trimethyihydroquinone diacetate (a melting point of 1 09°C) as a solid piasticizer, 
io 15 parts of an anionic surface active agent (an ammonium salt of a polycarboxylic acid) as a dispersant, and 80 parts 
of water, and those were crushed using a ball mill until attaining to an average particle diameter of 2.2 p,m to obtain a 
water dispersion liquid of trimethyl hydroquinonediacetate. 

[0849] The acrylic-based polymer emulsion 1 obtained in the above-described step (1) and a water-based emulsion 
of a terpene resin which is a tackifier (R-1050 manufactured by Yasuhara Chemical, Ltd.) were added to the water dis- 
16 persion liquid of trimethyihydroquinone diacetate, followed by agitating until attaining to a uniform liquid to obtain a 
water-based coating liquid having a solid concentration of 46% by weight Formulating ratio herein is 50 parts of the 
acrylic4>ased polymer and 17 parts of the tackifier based on 100 parts of the solid piasticizer (trimethyihydroquinone 
diacetate). 

[0850] The above-described water-based coating liquid was coated on a PET film having the thickness of 25 jim 
20 which is treated by a corona discharge using a barcoater so that a coating amount after drying becomes 12 g/m 2 , fol- 
lowed by drying at 40°C for 3 minutes to obtain a recording sheet M1 F. 

(8) Recording sheet M1Q 

25 [0851] A flask was charged with 10 g of Amberlist 15 (manufactured by Organo, Ltd.) which is a strong acidic ion- 
exchange resin, 30 g of ketoisophorone, 46.4 g of acetyl chloride, and 160 ml of 1,2-dichloroethane. followed by allow- 
ing to react at 85°C for 6 hours. 

[0852] Reaction mixture was analyzed by gas chromatography and, as a result, ketoisophorone which is a raw mate- 
rial was completely consumed, and 3,4,5-trimethylcatechol diacetate was produced in a yield of 65%. The reaction mix- 
30 ture was filtered, and filtrate was concentrated. Residual product concentrated was recrystallized from a mixed solvent 
of ethyl acetate/hexane (volume ratio of 1/4) to obtain a white acicular crystal of 3,4,5-trimethylcatechol diacetate (a 
melting point: 120°C) (a yield: 36%). 

13 C-NMR (CDCI 3 ) 6: 168.5, 168.2, 139.7, 138.9, 134.6, 133.8, 130.1. 121.5, 20.4, 20.3. 20.1. 15.6, 13.2 
35 MS (El + ) m/z: 236 (M+), 194. 152, 137 

IR (cm* 1 ): 893. 1045, 1213. 1311, 1375, 1479. 1701. 

[0853] There were mixed 100 parts of the above-described 3,4,5-trimethylcatechol diacetate which is a solid piasti- 
cizer, 15 parts of an anionic surface active agent (a polycarboxylic ammonium salt) which is a dispersant and 80 parts 
40 of water, and then, by crushing until attaining to an average particle diameter of 2.0 jim using a ball mill to obtain a water 
dispersion liquid of 3,4,5-trimethylcatechol diacetate. 

[0854] The acrylic-based polymer emulsion 1 obtained in the above-described step (1), a water-based emulsion of a 
terpene resin which is a tackifier, and water were added to the water dispersion liquid of 3,4,5-trimethylcatechol diace- 
tate, followed by agitating until attaining to a uniform liquid to obtain a water-based coating liquid having a solid concen- 
45 tration of 45% by weight Formulating ratio herein is 50 parts of the acrylic-based polymer and 17 parts of the tackifier 
based on 100 parts of the solid piasticizer (3,4,5-trimethylcatechol diacetate). 

[0855] The water-based coating liquid was coated on a PET film having the thickness of 25 jim which is treated by a 
corona discharge using a barcoater so that a coating amount after drying becomes 1 2 g/m 2 , followed by drying at 40°C 
for 3 minutes to obtain a recording sheet M1Q. 

50 

Example M2 

[0856] A 2000-ml reaction vessel equipped with an agitator, a reflux condenser, a dropping funnel, a tube for intro- 
ducing nitrogen, and a thermometer was charged with 21 9 parts of IRA and 1 .23 part of AIBN while agitating to dissolve, 
55 followed by heating to 80°C. 

[0857] As copofymerizable components, there were mixed 1 1 3.5 parts of MMA, 38.3 parts of BA, and 81 .3 parts of a 
polyethylenegiycol methacrylate (Biemmer PEG-200 manufactured by Nihon Yushi, Lid.), followed by adding dropwise 
into the reaction vessel over approximately 4 hours. After the completion of the dropwise addition, a solution composed 
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of 0.25 part of AIBN which is an additional catalyst and 25 parts of IPA was added dropwise, and reaction was further 
continued for 2 hours to complete a polymerization. After the completion of the polymerization, 705 parts of water was 
added dropwise into the reaction vessel over approximately 2 hours while agitating to emulsify. After having been emul- 
sified, an acryiic-based polymer emulsion 2 (a solid concentration of 36.5% by weight) was obtained by evaporating IPA 
5 using a rotary evaporator. 

10858] The water dispersion liquid of bistcis-S.S.S-trimethylcyclohexyOphthalate obtained in the (3) of the Exarrple M1 
and the water dispersion liquid of a rosin resin as a tackif ier (E-625 manufactured by Arakawa Kagaku Kogyo. Ltd.) were 
added to the acrylic-based polymer emulsion 2, followed by agitating until attaining to become homogeneous to obtain 
a water-based coating liquid having the solid concentration of 42% by weight. 
10 [0859] Formulating ratio herein is 50 parts of the acrylic-based polymer and 1 7 parts of the tackif ier based on 100 
parts of the solid plasticizer [bis(cis-3 ( 3,5-trimethylcyclohexyl)phthalate]. 

[0860] The water-based coating liquid was coated on a PET film having the thickness of 25 jim which is treated by a 
corona discharge using a barcoater so that a coating amount after drying becomes 12 g/m 2 , followed by drying at 40°C 
for 3 minutes to obtain a recording sheet M2. 

15 

Example M3 

[0861] An acrylic-based polymer emulsion 3 (a solid concentration of 38.3% by weight) was likewise obtained as in 
the Example M2 except that there were employed 73.5 parts of MMA. 50.8 parts of BA, and 82.3 parts of 2-hydrox- 

20 yethylmethacrylate as copolymerizable components. 

[0862] The water dispersion liquid of bis(cis-3,3,5-trimethylcyclohexyl)phthaIate obtained in the (3) of the Example M1 
and the water dispersion liquid of a rosin resin as a tackif ier (E-625 manufactured by Arakawa Kagaku Kogyo, Ltd.) were 
added to the acryiic-based polymer emulsion 3, followed by agitating until attaining to become homogeneous to obtain 
a water-based coating liquid having the solid concentration of 44% by wa'ght. 

25 [0863] Formulating ratio herein is 50 parts of the acrylic-based polymer and 17 parts of the tackif ier based on 100 
parts by weight of the solid plasticizer [bis(cis-3,3,5-trimethylcyclohexy0 phthalate]. 

[0864] The water-based coating liquid was coated on a PET film having the thickness of 25 \im which is treated by a 
corona discharge using a barcoater so that a coating amount after drying becomes 12 g/m 2 , followed by drying at 40°C 
for 3 minutes to obtain a recording sheet M3. 

30 

Comparative Example M1 

[0865] The acrylic-based polymer emulsion 1 obtained in the Example M1 was coated on a PET film having the thick- 
ness of 25 pin which is treated by a corona discharge using a barcoater so that a coating amount after drying becomes 
35 1 2 g/m 2 , followed by drying at 40°C for 3 minutes to obtain a recording sheet M4. 

Comparative Example M2 

[0866] An acrylic-based polymer emulsion 4 (a solid concentration of 36.7% by weight) was likewise obtained as in 
40 the Example M2 except that there were employed 93.7 parts of MMA and 98.7 parts of BA as copolymerizable compo- 
nents. 

[0867] The water dispersion liquid of dicyclohexylphthalate obtained in the (2) of the Exanrple M1 and the water dis- 
persion liquid of a terpene resin as a tackifier (R-1050 manufactured by Yasuhara Chemical, Ltd.) were added to the 
acrylic-based polymer emulsion 4, followed by agitating until attaining to become homogeneous to obtain a water- 
45 based coating liquid having the solid concentration of 42% by weight Formulating ratio herein is 50 parts of the acrylic- 
based polymer and 17 parts of the tackif ier based on 100 parts of the solid plasticizer (dicyclohexylphthalate). 
[0868] The water-based coating liquid was coated on a PET film having the thickness of 25 jim which is treated by a 
corona discharge using a barcoater so that a coating amount after drying becomes 12 g/m 2 , followed by drying at 40°C 
for 3 minutes to obtain a recording sheet M5. 

so 

Comparative Example M3 

[0869] The water dispersion liquid of dicyclohexylphthalate obtained in the (2) of the Example M1 and the water dis- 
persion liquid of a terpene resin as a tackif ier (R-1 050 manufactured by Yasuhara Chemical, Ltd.) were added to an eth- 
55 ylene-vinyl acetate copolymer (S-301 manufactured by Sumitomo Kagaku Kogyo, Ltd.), followed by agitating until 
attaining to become homogeneous to obtain a water-based coating liquid having the solid concentration of 48% by 
weight Formulating ratio herein is 50 parts of the ethylene-vinyl acetate copolymer and 17 parts of the tackif ier based 
on 1 00 parts of the solid plasticizer (dicyclohexylphthalate). 
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[0870] The water-based coating liquid was coated on a PET film having the thickness of 25 \im which is treated by a 
corona discharge using a barcoater so that a coating amount after drying becomes 1 2 g/m 2 , followed by drying at 40°C 
for 3 minutes to obtain a recording sheet M6. 

5 Evaluation test 

[0871 ] In relation to the recording sheets obtained in the Examples and Comparative Examples, a variety of properties 
were evaluated according to the following methods. Evaluation results are shown in Table 16. 

[0872] Using an ink^et printer (BJC-420J manufactured by Cannon, Ltd.), coloring materials such as Cyan, Yellow, 
10 Magenta, and Black were ail over printed, respectively, on the recording sheets obtained in the Examples and Compar- 
ative Examples to form a recording picture image. 

(Ink-absorbing ability) 

is [0873] After printing, a PPC copy paper was placed on a printed portion at interval of every determined time, and the 
loading (250 g/cm 2 ) was charged on the copy paper for 10 seconds. After peeled off the copy paper, the presence or 
the absence of ink-moving to a back surface was visually observed, and ink-absorbing ability was evaluated by a time 
of period when the ink-moving to a back surface did not become observed. 

20 (Printing conditions) 

[0874] A printing ability was visually evaluated according to the following standards. 

o: Printing portion is uniformly printed. 

25 

a: Unevenness is slightly observed in the printing portion, 
x: Unevenness is remarkably observed in the printing portion. 
30 (Adhesive strength) 

[0875] Portion having a recording image was cut into the size of width of 25 mm and length of 1 25 mm to prepare test 
pieces. The test pieces were heated at 140°C for 30 seconds (the recording sheets N1C and M1G were heated at 
1 60°C for 30 seconds) to produce tackiness, and stuck on a glass plate [Micro Slide Glass "White Green Polish" man- 
as ufactured by Iwaki Glass, Ltd.], followed by sticking through compressing with a rubber roll by making one round 
traverse while loading the weight of 2 kg. The test pieces were placed at an atmosphere of 23°C and 50% RH for 1 day, 
and then an adhesive strength was measured at a tensile speed of 300 mm/minute and peeling angle of 180° using a 
tensile tester (Tensilon UCT-5T manufactured by Orientech, Ltd.). 

40 (Blocking resistance) 

[0876] Respective ink-absorbing layers (an ink-receiving image layer) of 4 layers of the recording sheets in which a 
picture image is not recorded were laminated with a surface of a PET film on which an ink-absorbing layer is not formed 
at the loading the weight of 500 g/cm 2 and under an atmosphere of 50°C for 24 hours to evaluate blocking resistance 
45 according to the following standards. 

5: It was peeled without a peeling resistance. 

4: It was peeled while slightly sounding when being peeled. 

so 

3: It was peeled while continuously sounding when being peeled. 

2: Pressure-sensitive adhesive layer was partially left on a film surface when being peeled. 

55 1 : It was not peeled by blocking. 
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Table 16 



5 






Ink-absorbing 
ability 


Printing ability 


Adhesive 
strength (gf/25 
mm) 


Blocking resist- 
ance 




Example M1 


Recording sheet 
M1A 


2 minutes 


0 


850 


2 


10 




Recording sheet 
M1B 


2 minutes 


0 


1050 


5 






Recording sheet 
M1C 


2 minutes 


o 


730 


5 


15 




Recording sheet 
M1D 


2 minutes 


0 


930 


5 






Recording sheet 
M1E 


2 minutes 


o 


880 


5 


20 




Recording sheet 
M1F 


2 minutes 


0 


840 


5 






Recording sheet 
M1G 


2 minutes 


o 


1010 


5 


25 


Example M2 


Recording sheet 
M2 


3 minutes 


0 


850 


5 




Example M3 


Recording sheet 
M3 


3 minutes 


0 


950 


5 


30 


Comparative 
Example M1 


Recording sheet 
M4 


2 minutes 


o 


0 


5 




Comparative 
Example M2 


Recording sheet 
M5 


>7 minutes 


x 


850 


2 


35 


Comparative 
Example M3 


Recording sheet 
M6 


>7 minutes 


x 


120 


5 



[0877] From the results of the Table 16. it is confirmed that the recording sheets obtained in the Examples are excel- 
lent in the ink-absorbing ability and printing ability, and a suff icierrt adhesive strength can be obtained by thermally acti- 
40 vating. Further, the recording sheets M1 B-M1Q are excellent in the blocking resistance. 

[0878] On the other hand, although the recording sheet obtained in the Comparative Example M1 is excellent in the 
ink-absorbing ability and printing ability, an adhesive force was not shown. 

[0879] Although a sufficient adhesive force is obtained in the recording sheet obtained in the Comparative Example 
M2, it is poor in the ink-absorbing ability and blocking resistance. Although a blocking resistance is excellent in the 
45 recording sheet obtained in the Comparative Example M3. it is low in the ink-absorbing ability and adhesive strength. 

Example N1 

(1) Ink-absorbing layer 1 

50 

[0880] A 2000-ml reaction vessel equipped with an agitator, a reflux condenser, a dropping funnel, a tube for intro- 
ducing nitrogen, and a thermometer was charged with 219 parts of isopropyl alcohol (IPA) and 1 .23 part of azobisisobu- 
tyronitrile (AIBN) while agitating to dissolve, followed by heating to 80°C. 

[0881 ] As copolymerizaWe components, there were mixed 59.1 parts of methylmethacrylate, 59.1 parts of n-butylacr- 
65 ylate, 49.3 parts of diethylaminoethyl methacrylate, 22.5 parts of acrylic acid, and 4.9 parts of trimethoxysilanepropyl- 
methacrylate[Y-methacryloxypropyl trimethoxysilane] (A-174 manufactured by Nihon Unicar, Ltd.), followed by adding 
dropwise into a flask over approximately 4 hours. After the completion of the dropwise addition, a solution composed of 
0.25 part of AIBN which is an additional catalyst and 25 parts of IPA was added dropwise, and reaction was further con- 
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tinued for 2 hours to complete a polymerization. 

[0882] After the completion of the polymerization, 1 6 parts of acetic acid was added into the flask and, subsequently, 
705 parts of water was added dropwise over approximately 2 hours while agitating to emulsify. After having been emul- 
sified, a cationic acrylic-based polymer emulsion (solid concentration of 34.8% by weight) was obtained by evaporating 
IPA using a rotary evaporator. 

[0883] A water-based coating liquid was obtained by mixing 86.2 parts (solid content of 30 parts) of the above- 
described cationic acryiic-based polymer emulsion with 700 parts (solid content of 70 parts) of 10 wt%-aqueous solu- 
tion of an acetoacetyl group-modified vinyl acetate-based copolymer (Z-320 manufactured by Nihon Gosei Kagaku 
Kogyo, Ltd.). 

[0884] The water-based coating liquid was coated on a polyethylene terephthalate film (Merinex 705 manufactured 
by ICI Japan, Ltd., hereinafter, occasionally referred as a merely "PET film") having the thickness of 100 fim which is 
treated so as to readily-adhere, followed by drying at 100°C for 3 minutes to form an ink-absorbing layer 1 having the 
thickness of 15 jim. 

(2) Recording sheet N1A 

[0885] There were mixed 1 00 parts of bis(cis-3.3 t 5-trimethyl cyc!ohexyl)phtha!ate (a melting point of 93°C) as a solid 
plasticizer, 15 parts of an anionic surface active agent (an ammonium salt of a polycarboxylic acid) as a dispersant. and 
80 parts of water, and those were crushed using a ball mill until attaining to an average particle diameter of 2.2 jim to 
obtain a water dispersion liquid of bis(cis-3.3.5-trimethylcyclohexy0 phthalate. It is to be noted that an average particle 
diameter in the solid plasticizer was measured by a laser-diffraction type particle size distribution meter (LA-500 man- 
ufactured by Horiba Seisakusyo, Ltd.). and it is described by a median diameter. 

[0886] The emulsion of an acrylic-based polymer (2-ethyIhexylaa-ylate-styrene-acrylic acid copolymer having a glass 
transition temperature Tg of 15°C) which is a thermoplastic resin and a water-based emulsion of a terpene resin which 
is a tackifier (R-1050 manufactured by Yasuhara Chemical, Ltd.) were added to the water dispersion liquid of bis(cis- 
3,3,5-trimethylcyclohexyl) phthalate prepared hereinabove, followed by agitating until attaining to a uniform liquid to 
obtain a thermally- and pressure-sensitive adhesive having a solid concentration of 48% by weight. 
[0887] Formulating ratio herein is 26 parts of the thermoplastic resin (the acrylic-based polymer) and 1 7 parts of the 
tackifier (the terpene resin) based on 100 parts of the solid plasticizer [bis(cis-3,3,5-trimethylcyclohexyl)phthalate]. 
[0888] The above-described thermally- and pressure-sensitive adhesive was coated on a back surface of a PET film 
in which there is formed the ink-absorbing layer 1 obtained in the above-described step (1) using a barcoater so that a 
coating amount after drying becomes 1 2 g/m 2 , followed by drying at 40°C for 2 minutes to obtain a recording sheet N1 A. 

(3) Recording sheet N1B 

[0889] There were mixed 1 00 parts of dimenthylphthalate (a melting point of 1 34°C) as a solid plasticizer, 1 5 parts of 
an anionic surface active agent (an ammonium salt of a polycarboxylic acid) as a dispersant and 80 parts of water, and 
those were crushed using a ball mill until attaining to an average particle diameter of 2.5 fim to obtain a water dispersion 
liquid of dimenthylphthalate. 

[0890] The water-based emulsion of an acrylic-based polymer (2-ethylhexylacrylate-styrene-acrylic acid copolymer 
having a glass transition temperature Tg of 15°C) which is a thermoplastic resin and a water-based emulsion of a ter- 
pene resin which is a tackifier (R-1050 manufactured by Yasuhara Chemical, Ltd.) were added to the water dispersion 
liquid of dimenthylphthalate. followed by agitating until attaining to a uniform liquid to obtain a thermally- and pressure- 
sensitive adhesive having a solid concentration of 52% by weight. Formulating ratio herein is 26 parts of the thermo- 
plastic resin (the acrylic-based polymer) and 17 parts of the tackifier (the terpene resin) based on 100 parts of the solid 
plasticizer (dimenthylphthalate). 

[0891 ] The above-described thermally- and pressure-sensitive adhesive was coated on a back surface of a PET film 
in which there is formed the ink-absorbing layer 1 obtained in the above-described step (1) using a barcoater so that a 
coating amount after drying becomes 1 2 g/hi 2 , followed by drying at 40°C for 2 minutes to obtain a recording sheet N1 B. 

(4) Recording sheet N1C 

[0892] There were mixed 100 parts of 1 ,4-cyclohexanedimethanol bis(diphenylphospate) (a melting point of 97°C) as 
a solid plasticizer, 15 parts of an anionic surface active agent (an ammonium salt of a polycarboxylic acid) as a disper- 
sant, and 80 parts of water, and those were crushed using a ball mill until attaining to an average particle diameter of 
2.5 jim to obtain a water dispersion liquid of 1 ,4-cyclohexanedimethanol bis(diphenyfc>hospate). 
[0893] The water-based emulsion of an acrylic-based polymer (2-ethylhexylacrylate-styrene-acrylic acid copolymer 
having a glass transition tenperature Tg of 15°C) which is a thermoplastic resin and a water-based dispersion of a ter- 
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pene resin which is a tackifier (R-1050 manufactured by Yasuhara Chemical, Ltd.) were added to the water dispersion 
liquid of 1,4-cyciohexanedimethanol bis(dipheny!phospate). followed by agitating until attaining to a uniform liquid to 
obtain a thermally- and pressure-sensitive adhesive having a solid concentration of 50% by weight. 
[0894] Formulating ratio herein is 26 parts of the thermoplastic resin (the acrylic-based polymer) and 1 7 parts of the 
s tackifier (the terpene resin) based on 100 parts of the solid plasticizer [1 t 4-cydohexanedimethano!bis(diphenylphos- 
pate)]. 

[0895] The above-described thermally- and pressure-sensitive adhesive was coated on a back surface of a PET fflm 
in which there is formed the ink-absorbing layer 1 obtained in the above-described step (1) using a barcoater so that a 
coating amount after drying becomes 1 2 g/m 2 , followed by drying at 40°C for 2 minutes to obtain a recording sheet N1 C. 

10 

(5) Recording sheet N1D 

[0896] There were mixed 1 00 parts of resorcinol bis[di(2,6-dimethylphenyl)phosphate] (a melting point of 95°C) as a 
solid plasticizer, 15 parts of an anionic surface active agent (an ammonium salt of a polycarboxylic acid) as a disper- 
is sarrt, and 80 parts of water, and those were crushed using a ball mill until attaining to an average particle diameter of 
2.6 jim to obtain a water dispersion liquid of resordnolbis[di(2,6-dimethylphenyl)phosphate]. 

[0897] The water-based emulsion of an acrylic-based polymer (2-ethylhexylacrylate-styrene-acrylic acid copolymer 
having a glass transition temperature Tg of 15°C) which is a thermoplastic resin and a water-based emulsion of a ter- 
pene resin which is a tackifier (R-1050 manufactured by Yasuhara Chemical, Ltd.) were added to the water dispersion 
20 liquid of resorcinolbisIdi^.e-dimethylphenyQphosphate]. followed by agitating until attaining to a uniform liquid to obtain 
a water-based coating liquid having a solid concentration of 50% by weight. Formulating ratio herein is 50 parts of the 
thermoplastic resin (the acrylic-based polymer) and 17 parts of the tackifier (the terpene resin) based on 100 parts of 
the solid plasticizer [1 ,4-cyclohexanedimethanol bis(diphenylphospate)]. 

[0898] The above-described thermally- and pressure-sensitive adhesive was coated on a back surface of a PET fflm 
25 in which there is formed the ink-absorbing layer 1 obtained in the above-described step (1) using a barcoater so that a 
coating amount after drying becomes 1 2 g/m 2 , followed by drying at 40°C for 2 minutes to obtain a recording sheet N1 D. 

(6) Recording sheet N1E 

30 [0899] There were mixed 1 00 parts of trimethylhydroquinone diacetate (a melting point of 1 09°C) as a solid plasticizer, 
15 parts of an anionic surface active agent (an ammonium salt of a polycarboxylic acid) as a dispersant, and 80 parts 
of water, and those were crushed using a ball mill until attaining to an average particle diameter of 2.2 |im to obtain a 
water dispersion liquid of trimethylhydroquinone diacetate. 

[0900] The water-based emulsion of an acrylic-based polymer (2-ethylhexylacrylate-styrene-acrylic acid copolymer 
35 having a glass transition temperature Tg of 15°C) which is a thermoplastic resin and a water-based emulsion of a ter- 
pene resin which is a tackifier (R-1050 manufactured by Yasuhara Chemical, Ltd.) were added to the water dispersion 
liquid of trimethylhydroquinone diacetate, followed by agitating until attaining to a uniform liquid to obtain a thermally- 
and pressure-sensitive adhesive having a solid concentration of 48% by weight. Formulating ratio herein is 26 parts of 
the thermoplastic resin (the acrylic-based polymer) and 17 parts of the tackifier (the terpene resin) based on 100 parts 
40 of the solid plasticizer (trimethylhydroquinone diacetate). 

[0901 ] The above-described thermally- and pressure-sensitive adhesive was coated on a back surface of a PET f flm 
in which there is formed the ink-absorbing layer 1 obtained in the above-described step (1) using a barcoater so that a 
coating amount after drying becomes 1 2 g/m 2 , followed by drying at 40°C for 2 minutes to obtain a recording sheet N1E. 

45 (7) Recording sheet N1 F 

[0902] A flask was charged with 10 g of Ambertist 15 (manufactured by Organo, Ltd.) which is a strong acidic ion- 
exchange resin, 30 g of ketoisophorone. 46.4 g of acetyl chloride, and 160 ml of 1 ,2-dichloroethane, followed by allow- 
ing to react at 85°C tor 6 hours. 
so [0903] Reaction mixture was analyzed by gas chromatography and, ketoisophorone which is a raw material was com- 
pletely consumed, and 3,4,5-trimethylcatechol diacetate was produced in a yield of 65%. 

[0904] The reaction mixture was filtered, and a filtrate was concentrated. Residual product concentrated was recrys- 
tallized from a mixed solvent of ethyl acetate/hexane (volume ratio of 1/4) to obtain a white acicular crystal of 3,4,5-tri- 
methylcatechol diacetate (a melting point: 120°C) (a yield: 36%). 

55 

13 C-NMR (CDCyS: 168.5, 168.2, 139.7, 138.9. 134.6, 133.8, 130.1, 121.5, 20.4, 20.3, 20.1, 15.6, 13.2 
MS (EI+) m/z: 236 (M*), 194, 152, 137 



112 

NSOOCID: <EP 0989162A1 I > 



EP 0 989 162 A1 



|R (cm 1 ): 893. 1045. 1213. 1311. 1375. 1479, 1701. 

[09051 There were mixed 100 parts of the above-described 3.4,5-trimethylcatechol diacetate which is a solid plasti- 
cizer 1 5 parts of an anionic surface active agent (a polycarboxylic ammonium salt) which is a dispersarrt. and 80 parte 
of water, and then by crushing until attaining to an average particle diameter of 2.0 urn using a ball mill to obtain a water 
disDersion liquid of 3.4.5-trimethylcatechol diacetate. 

[09061 The water-based emulsion of an acrylic-based polymer (2-ethylhexylacrylate-styrene-acrylic aad copolymer 
having a glass transition temperature Tg of 15'C) which is a thermoplastic resin and a water-based emulsion of ater- 
pene resin which is a tacWfier, and water were added to the water dispersion liquid of 3.4.5-tnmethylcatecnol diacetate. 
followed by agitating until attaining to a uniform liquid to obtain a water-based coating liquid having a solid corwentration 
of 52% by weight Formulating ratio herein is 26 parts of the thermoplastic resin (the acrylic-based polymer) and 17 
parts of the tacWfier (the terpene resin) based on 100 parts of the solid plasticizer (3.4.5-trimethylcatecholdiacetete). 
[0907] The above-described thermally- and pressure-sensitive adhesive was coated on a back surface of a PET film 
in which there is formed the ink-absorbing layer 1 obtained in the above-described step (1) using a barter so that a 
coating amount after drying becomes 12 g/m 2 . followed by drying at 40»C for 2 minutes to obtain a recording sheet N1 F. 

Example N2 

(1) Ink-absorbing layer 2 

[0908] A 1 5 wt%-aqueous solution of a modified vinyl acetate-based copolymer (OKS-7158G manufactured by Ninon 
Gosei Kagaku Ltd ) was coated on a PET film (Merinex 705 manufactured by ICI Japan. Ltd.) having the thickness of 
100 urn which 'is treated so as to readily-adhere. followed by drying at 120'C for 3 minutes to form a resin layer having 
the thickness of 15 jim. Subsequently. 48 parts of cyclohexanol was added to 100 parts of a methylcellosofve solution 
containing 7 wt% of a cellulose acetate (an average acetylation degree: 55. a viscosity-average molecular weight: 1 70) 
to form a coating liquid (a dope). The coating liquid was coated on the resin layer, and an ink-absorbing layer 2 was 
formed by laminating a white colored porous membrane having an average pore diameter of 1 .2 ^m and thickness of 5 
»im through drying under an atmosphere of temperature of 25«C and humidity of 90% RH for 5 minutes and then 120 C 
for 3 minutes. 

(2) Recording sheet N2A 

[0909] The water-based emulsion of an acrylic-based polymer (2-ethylhexylacrylate-methylmethacrylate-aaylic acid 
copolymer having a glass transition temperature Tg of 20°C) which is a thermoplastic resin and the water dispersion 
ss liquid of a rosin resin as a tacWfier (E-625 manufactured by Arakawa Kagaku Kogyo, Ltd.) were added to the water dis- 
persion liquid of bis(cis-3.3.5-trimethylcyclohexy0phthalate obtained in the (2) of the Example N1 . followed by agitating 
until attaining to become homogeneous to obtain a thermally- and pressure-sensitive adhesive having the solid concen- 
tration of 48% by weight Formulating ratio herein is 39 parts of the thermoplastic resin (the acrylic-based polymer) and 
23 parts of the tacWfier (the rosin resin) based on 100 parts of the solid plasticizer [bis(cis-3.3.5-tnmethylcyclohexyl) 

40 [091 o^The above-described thermally- and pressure-sensitive adhesive was coated on a back surface of a PET film 
in which there is formed the ink-absorbing layer 2 obtained in the above-described step (1) using a barcoater so that a 
coating amount after drying becomes 12 g/m 2 . followed by drying at 40°C for 2 minutes to obtain a recording sheet N2A. 

46 (3) Recording sheet N2B 

[091 1 ] The water-based emulsion of an acrylic-based polymer (2-ethylhexylacrylate-methylmethacrylate-acrylic acid 
copolymer having a glass transition temperature Tg of 25°C) which is a thermoplastic resin and the water dispersion 
liquid of a rosin resin as a tacWfier (E-625 manufactured by Arakawa Kagaku Kogyo. Ltd.) were added to a water dis- 
persion liquid of dimenthylphthalate obtained in the (3) of the Example N1. followed by agitating until attaining to 
become homogeneous to obtain a water-based coating liquid having the solid concentration of 51% by weight Formu- 
lating ratio herein is 39 parts of the thermoplastic resin (the acrylic-based polymer) and 23 parts of the tacWfier (the 
rosin resin) based on 1 00 parts of the solid plasticizer (dimentyhlphthalate). 

[091 2] The above-described thermally- and pressure-sensitive adhesive was coated on a back surface of a PET film 
in which there is formed the ink-absorbing layer 2 obtained in the above-described step (1) using a barcoater so that a 
coating amount after drying becomes 12 g/m 2 . followed by drying at 40°C for 2 minutes to obtain a recording sheet N2B. 
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(4) Recording sheet N2C 

[0913] The water-based emulsion of an acrylic-based polymer (2-ethyihexylacryiate-methytmethacryiate-acrylic add 
copolymer having a glass transition temperature Tg of 25°C) which is a thermoplastic resin and the water dispersion 

5 liquid of a rosin resin as a tackifier (E-625 manufactured by Arakawa Kagaku Kogyo, Ltd.) were added to a water dis- 
persion liquid of 1.4-cyclohexanedimethanol bis(diphenylphosphate) obtained in the (4) of the Example N1, fdlowed by 
agitating until attaining to become homogeneous to obtain a thermally- and pressure-sensitive adhesive having the 
solid concentration of 52% by weight Formulating ratio herein is 39 parts of the thermoplastic resin (the acrylic-based 
polymer) and 23 parts of the tackifier (the rosin resin) based on 100 parts of the solid plasticizer [1 ,4-cyclohexaned- 

10 imethanol bis(diphenylphosphate)]. 

[0914] The above-described thermally- and pressure-sensitive adhesive was coated on a back surface of a PET film 
in which there is formed the ink-absorbing layer 2 obtained in the above-described step (1) using a barcoater so that a 
coating amount after drying becomes 1 2 g/m 2 , followed by drying at 40°C for 2 minutes to obtain a recording sheet N2C. 

is (5) Recording sheet N2D 

[0915] The water-based emulsion of an acrylic-based polymer (2-ethylhexylacrylate-methylmethacrylate-acrylic acid 
copolymer having a glass transition temperature Tg of 25°C) which is a thermoplastic resin and the water dispersion 
liquid of a rosin resin as a tackifier (E-625 manufactured by Arakawa Kagaku Kogyo. Ltd.) were added to a water cfis- 
20 persion liquid of resorcinol bis[di(2,6-dimethyIphenyl)phosphate] obtained in the (5) of the Example N1 . followed by agi- 
tating until attaining to become homogeneous to obtain a water-based coating liquid having the solid concentration of 
50% by weight. Formulating ratio herein is 39 parts of the thermoplastic resin (the acrylic-based polymer) and 23 parts 
of the tackifier (the rosin resin) based on 100 parts of the solid plasticizer {resorcinol bis[di(2.6-dimethylphenyl)phos- 
phate]}. 

£5 [091 6] The above-described thermally- and pressure-sensitive adhesive was coated on a back surface of a PET film 
in which there is formed the ink-absorbing layer 2 obtained in the above-described step (1) using a barcoater so that a 
coating amount after drying becomes 1 2 g/m 2 , followed by drying at 40°C for 2 minutes to obtain a recording sheet N2D. 

(6) Recording sheet N2E 

30 

[0917] The water-based emulsion of an acrylic-based polymer (2-ethylhexylacrylate-methylmethacrylate-acrylic add 
copolymer having a glass transition temperature Tg of 25°C) which is a thermoplastic resin and the water dispersion 
liquid of a rosin resin as a tackifier (E-625 manufactured by Arakawa Kagaku Kogyo, Ltd.) were added to a water dis- 
persion liquid of trimethylhydroquinone diacetate obtained in the (6) of the Example N1. followed by agitating until 

ss attaining to become homogeneous to obtain a water-based coating liquid having the solid concentration of 52% by 
weight Formulating ratio herein is 39 parts of the thermoplastic resin (the acrylic-based polymer) and 23 parts of the 
tackifier (the rosin resin) based on 1 00 parts of the solid plasticizer (trimethylhydroquinone diacetate). 
[091 8] The above-described thermally- and pressure-sensitive adhesive was coated on a back surface of a PET film 
in which there is formed the ink-absorbing layer 2 obtained in the above-described step (1) using a barcoater so that a 

AO coating amount after drying becomes 1 2 g/m 2 , followed by drying at 40°C for 2 minutes to obtain a recording sheet N2E. 

(7) Recording sheet N2F 

[091 9] The water-based emulsion of an acrylic-based polymer (2-ethylhexylacrylate-methylmethacrylate-acrylic acid 
45 copolymer having a glass transition temperature Tg of 25°C) which is a thermoplastic resin and the water dispersion 
liquid of a rosin resin as a tacWf ier (E-625 manufactured by Arakawa Kagaku Kogyo, Ltd.) were added to a water dis- 
persion liquid of 3.4.5-trimethylcatechol diacetate obtained in the (7) of the Example N1. followed by agitating until 
attaining to become homogeneous to obtain a thermally- and pressure-sensitive adhesive having the solid concentra- 
tion of 48% by weight Formulating ratio herein is 39 parts of the thermoplastic resin (the acrylic-based pdymer) and 
so 23 parts of the tackifier (the rosin resin) based on 100 parts by weight of the solid plasticizer (3,4,5-trimethylcatechoi 
diacetate). 

[0920] The above-described thermally- and pressure-sensitive adhesive was coated on a back surface of a PET film 
in which there is formed the ink-absorbing layer 2 obtained in the above-described step (1) using a barcoater so that a 
coating amount after drying becomes 12 g/m 2 , followed by drying at 40°C for 2 minutes to obtain a recording sheet N2F. 

55 
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Comparative Example N1 

(1) Recorcfing sheet N3A 

5 [0921] There were mixed 100 parts of dicyclohexylphthalate (a melting point of 65°C) as a solid plasticizer, 15 parts 
of an anionic surface active agent (an ammonium salt of a poiycarboxylic acid) as a dispersant and 80 parts of water, 
and those were crushed using a ball mill until attaining to an average particle diameter of 2.2 \xm to obtain a water dis- 
persion liquid of dicyclohexylphthalate. 

[0922] The water-based emulsion of an acrylic-based polymer (2-ethylhexylacrylate-styrene-acrylic acid copolymer 
10 having a glass transition temperature Tg of 15°C) which is a thermoplastic resin and a water-based emulsion of a ter- 
pene resin which is a tacWf ier (R-1 050 manufactured by Yasuhara Chemical, Ltd.) were added to the water dispersion 
liquid of dicyclohexylphthalate, followed by agitating until attaining to a uniform liquid to obtain a thermally- and pres- 
sure-sensitive adhesive having a solid concentration of 52% by weight. Formulating ratio herein is 26 parts of the ther- 
moplastic resin (the acrylic-based polymer) and 17 parts of the tackifier (the terpene resin) based on 100 parts of the 
is solid plasticizer (dicyclohexylphthalate). 

[0923] The above-described thermally- and pressure-sensitive adhesive was coated on a back surface of a PET film 
in which there is formed the ink-absoibing layer 1 obtained in the above-described step (1) of the Example N1 using a 
barcoater so that a coating amount after drying becomes 12 g/m 2 . followed by drying at 40°C for 2 minutes to obtain a 
recording sheet N3A. 

20 

(2) Recorcfing sheet N3B 

[0924] The water-based emulsion of an acrylic-based polymer (2-ethylhexylacrylate-methylmethacrylate-acrylic acid 
copolymer having a glass transition temperature Tg of 25°C) which is a thermoplastic resin and a water-based disper- 

25 sion liquid of a rosin resin which is a tacWf ier (E-625 manufactured by Arakawa Kagaku Kogyo, Ltd.) were added to the 
water dispersion liquid of dicyclohexylphthalate obtained in the above-described step (1), followed by agitating until 
attaining to a uniform liquid to obtain a thermally- and pressure-sensitive adhesive having a solid concentration of 48% 
by weight Formulating ratio herein is 39 parts of the thermoplastic resin (the acrylic-based polymer) and 23 parts of the 
tacWfier (the rosin resin) based on 100 parts of the solid plasticizer (dicyclohexylphthalate). 

30 [0925] The above-described thermally- and pressure-sensitive adhesive was coated on a back surface of a PET film 
in which there is formed the ink-absorbing layer 2 obtained in the above-described step (1) of the Example N1 using a 
barcoater so that a coating amount after drying becomes 12 g/m 2 , followed by drying at 40°C for 2 minutes to obtain a 
recording sheet N3B. 

35 Comparative Example N2 

(1) Recording sheet (N4A) 

[0926] A hot-melt type adhesive (MU74 manufactured by Konishi) as a hot-melt layer was coated on a back surface 
40 of a PET film in which there is formed the ink-absorbing layer 1 obtained in the above-described step (1 ) of the Example 
N1 by spray-coating so that a coating amount after drying becomes 1 2 g/m 2 to obtain a recording sheet N4A. 

(2) Recording sheet (N4B) 

45 [0927] A hot-melt type adhesive (MU74 manufactured by Konishi) as a hot-melt layer was coated on a back surface 
of a PET film in which there is formed the ink-absorbing layer 2 obtained in the above-described step (1 ) of the Example 
N2 by spray-coating so that a coating amount after drying becomes 12 g/m 2 to obtain a recording sheet N4B. 

Evaluation test 

so 

[0928] In relation to the recording sheets obtained in the Examples and Comparative Examples, a variety of properties 
were evaluated according to the following methods. Evaluation results are shown in Table 17. 

[0929] Using an ink-jet printer (BJC-420J manufactured by Cannon. Ltd.). coloring materials such as Cyan, Yellow, 
Magenta, and Black were all over printed, respectively, on the recording sheets obtained in the Examples and Compar- 
es atfve Examples to form a recording picture image. 
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(Ink-absorbing ability) 

[0930] After printing, a PPC copy paper was placed on a printed portion for every determined time, and me loading 
(250 g/cm 2 ) was charged on the copy paper for 10 seconds. After peeled off the copy paper, the presence or the 
5 absence of ink-moving to a back surface was visually observed, and ink-absorbing ability was evaluated by a time of 
period until the ink-moving to a back surface does not become observed. 

(Printing ability) 

10 [0931 ] A printing condition was visually evaluated according to the following standards, 
o: Printing portion is uniform. 

a: Unevenness is slightly observed in the printing portion. 

is 

x: Unevenness is remarkably observed in the printing portion. 
(Water immersion test) 

20 [0932] After having immersed the printing portion in water of 30°C for 1 minute, it was vertically raised, and dried by 
sufficiently removing water. After having dried, a printing condition was visually evaluated according to the following 
standards. 

o: Printing portion is completely remained. 

25 

a: Blot is observed in the printing portion, 
x: Printing portion is not remained. 
so (Adhesive strength) 

[0933] Recording sheet obtained was cut into the size of width of 25 mm and length of 1 25 mm to prepare test pieces. 
The test pieces were heated at 140°C for 30 seconds (in the recording sheets N1 B, N1F. N2B, and N2F, 160°C for 30 
seconds) to produce tackiness, and stuck on a glass plate [Micro Slide Glass "White Green Polish" manufactured by 
35 Iwaki Glass, Ltd.], followed by sticking through compressing with a rubber roll by making one round traverse while load- 
ing the weight of 2 kg. The test pieces were placed at an atmosphere of 23 P C and 50% RH for 1 day, and then an adhe- 
sive force was measured at a tensile speed of 300 mm/iriinute and peeling angle of 180° using a tensile tester (Tensilon 
UCT-5T manufactured by Orient ech, Ltd.). 

40 (Blocking resistance) 

[0934] Respective ink-absorbing layers of 4 layers of the recording sheets in which a picture image is not recorded 
were laminated with a delayed-tack layer at the loading the weight of 500 g/cm 2 and under an atmosphere of 50 °C for 
24 hours to evaluate blocking resistance according to the following standards. 

45 

5: It was peeled without a peeling resistance. 
4: It was peeled while slightly sounding when being peeled. 
so 3: It was peeled while continuously sounding when being peeled. 

2: Pressure-sensitive adhesive layer was partially left on a film surface when being peeled. 
1 : It was not peeled by blocking. 

65 
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Table 17 



10 



15 



20 



25 







IAA 


PA 


WIT 


AS 


BR 


Example N1 


Recording sheet N1 A 


3 minutes 


o 


0 


1250 


5 


Recording sheet N1B 


3 minutes 


o 


0 


1130 


5 


Recording sheet N1C 


3 minutes 


0 


o 


950 


5 


Recording sheet N1 D 


3 minutes 


o 


o 


930 


5 


Recording sheet N1 E 


3 minutes 


o 


0 


880 


5 


Recording sheet N1 F 


3 minutes 


o 


0 


840 


5 


Example N2 


Recording sheet N2A 


<1 minute 


o 


o 


1180 


5 


Recording sheet N2B 


<1 minute 


o 


0 


1050 


5 


Recording sheet N2C 


<1 minute 


o 


o 


950 E 


5 


Recording sheet N2D 


<1 minute 


o 


o 


1030 


5 


Recording sheet N2E 


<1 minute 


o 


0 


850 


5 


Recording sheet N2F 


<1 minute 


o 


o 


920 


5 


Comparative Example N1 


Recording sheet N3A 


3 minutes 


o 


o 


960 


2 


Recording sheet N3B 


3 minutes 


o 


o 


850 


! 2 i 


Comparative Example N2 


Recording sheet N4A 


3 minutes 


o 


o 


550 


1 


Recording sheet N4B 


3 minutes 


o 


o 


480 


1 



30 [0935] In the Table 1 7, abbreviations are as follows. 

IAA: Ink-absorbing ability 

PA: Printing ability 

35 

WIT: Water immersion test 

AS: Adhesive strength (gf/25mm) 

40 BR: Blocking resistance 

[0936] From the results of the Table 1 7, it is confirmed that the recording sheets obtained in the Examples are excel- 
lent in the ink-absorbing ability, printing ability, water resistance, and blocking resistance, and a sufficient adhesive force 
can be obtained by thermally activating. On the other hand, although the recording sheets obtained in the Comparative 
45 Exarrples is excellent in the ink-absorbing ability, printing ability, and water resistance, a blocking resistance is unprac- 
tically low. 

Preparation Example 01 

so (Preparation of a water dispersion liquid 01 of a solid plasticizer) 

[0937] There were mixed 100 parts by weight of bis(cis-3,3 l 5-trimethytcyclohexy0phtha!ate (a melting point: 93°C) 
and 15 parts by weight of an anionic surface active agent (an ammonium salt of a poiycarboxylic acid) as a dispersant 
and 80 parts by weight of water, and those were crushed using a ball mill until attaining to an average particle diameter 
55 of 2.2 \im to obtain a water dispersion liquid (the water dispersion liquid 01 of a solid plasticizer) of bis(as-3,3,5-trimeth- 
ylcyclohexyl) phthalate. 
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Preparation Example 02 

(Preparation of a water dispersion liquid 02 of a solid plasticizer) 

5 [0938] There were mixed 100 parts by weight of resorcino! bis[cfi(2,6-dimethyIphenyl)phosphate] (a melting point: 
95°C) and 15 parts by weight of an anionic surface active agent (an ammonium salt of a polycarboxylic acid) as a dis- 
persant, and 80 parts by weight of water, and those were crushed using a baft mill until attaining to an average particle 
diameter of 2.6 Jim to obtain a water dispersion liquid (the water dispersion liquid 02 of a solid plasticizer) of resorcinol 
bis[di(2,6-dimethylpheny0phosphatel. 

10 

Preparation Example 03 

(Preparation of a water dispersion liquid 03 of a solid plasticizer) 

is [0939] There were mixed 100 parts by weight of trimethyihydroquinone diacetate (a melting point: 109°C) and 15 
parts by weight of an anionic surface active agent (an ammonium salt of a polycarboxylic acid) as a dispersant, and 80 
parts by weight of water, and those were crushed using a ball mill until attaining to an average particle diameter of 2.2 
jim to obtain a water dispersion liquid (the water dispersion liquid 03 of a solid plasticizer) of trimethyihydroquinone dia- 
cetate. 

20 

Preparation Example 04 

(Preparation of a water dispersion liquid 04 of a solid plasticizer) 

25 [0940] There were mixed 100 parts by weight of dicyclohexytphthalate (a melting point: 65°C) as a solid plasticizer, 
15 parts by weight of an anionic surface active agent (an ammonium salt of a polycarboxylic acid) as a dispersant and 
80 parts by weight of water, and those were crushed using a ball mill until attaining to an average particle diameter of 
2.2 jim to obtain a water dispersion liquid (the water dispersion liquid 04 of a solid plasticizer) of dicydohexylphthalate. 

so Example 01 

[0941 ] A water-based emulsion of an acrylic-based polymer (2-ethy Ihexylacr ylate-styrene-acrylic acid copolymer hav- 
ing a glass transition temperature Tg of 25°C) which is a thermoplastic resin, a water-based emulsion of a terpene resin 
which is a tackifier, and water were added to the water dispersion liquid of bis(cis-3,3 t 5-trimethylcyclohexyl)phthalate 

35 and resorcinol bis[di(2,6-dimethylphenyl)phosphate] which are water dispersion liquids 01 and 02 of a solid plasticizer 
prepared hereinabove in solid content ratio of 50:50 by weight, followed by agitating until attaining to a uniform liquid to 
obtain a thermally- and pressure-sensitive adhesive having a solid concentration of 47% by weight. Formulating ratio 
herein is 1 7 parts by weight of the thermoplastic resin (the acrylic-based polymer) and 26 parts by weight of the tackifier 
(the terpene resin) based on 100 parts by weight of the solid plasticizer. 

40 [0942] The thermally- and pressure-sensitive adhesive prepared hereinabove was coated on one surface of a polyvi- 
nyl chloride- made shrink film having the thickness of 25 \ur\ using a barcoater so that a coating amount after drying 
becomes 10 g/m 2 , followed by drying at 40°C for 2 minutes. The film was cut into the width of 7 cm and the length of 29 
cm, and it was cylindrically formed so that a pressure-sensitive adhesive layer is situated inside and both edges are 
adhered each other by an adhesive to obtain a shrink label. The shrink label was temporarily fixed at a position of an 

45 outside of a polyethylene terephthalate-made bottle (hereinafter, occasionally referred to as merely "PET bottle"), and 
it was placed in an oven of 100°C for 3 minutes. As a result the shrink label was able to be fixed at a desired position 
by a shrinking force of the shrink label and tackiness of the pressure-sensitive adhesive. 

Example 02 

so 

[0943] A water-based emulsion of an acrylic-based polymer (2-ethylhexyiacrylate-styrene-acryiic acid copolymer hav- 
ing a glass transition temperature Tg of 25°C) which is a thermoplastic resin, a water-based emulsion of a terpene resin 
which is a tackifier, and water were added to the water dispersion liquid of bis(cis-3,3,5-trimethylcyclohexy0phthalate 
and trimethyihydroquinone diacetate which are the water dispersion liquids 01 and 03 of a solid plasticizer prepared 
55 hereinabove in solid content ratio of 50:50 by weight, followed by agitating until attaining to a uniform liquid to obtain a 
thermally- and pressure-sensitive adhesive (a thermoplastic resin composition) having a solid concentration of 50% by 
weight Formulating ratio herein is 17 parts by weight of the thermoplastic resin (the acrylic-based polymer) and 26 
parts by weight of the tackifier (the terpene resin) based on 1 00 parts by weight of the solid plasticizer. 
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[0944] The thermally- and pressure-sensitive adhesive prepared hereinabove was coated on a surface for printing of 
an poiyethylene-made shrink film having one printed surface and the thickness of 30 Jim by gravure coating in a stripe- 
state of the width of 1 mm-interval. followed by drying at 40°C. The film was cut into the width of 7 cm and the length 
29 cm and it was cylindrically formed so that the thermally- and pressure-sensitive adhesive layer is situated inside and 
both edges are adhered each other by heat sealing to obtain a shrink label. The shrink label was temporarily r fixed at a 
position of an outside of a PET bottle, and it was placed in an oven of 120°C for 3 minutes. As a result, the shnnk label 
was able to be fixed at a desired position by a shrinking force of the shrink label and tackiness of the pressure-sensrtive 



adhesive. 



io Example 03 



[09451 A water-based emulsion of an acrytic-based polymer (2-ethylhexylacrylate-styrene-acrylic acid copolymer hay- 
ing a glass transition temperature Tg of 25-C) which is a thermoplastic resin, a water-based emulsion of a terpene resin 
which is a tackifier and water were added to the water dispersion liquid of bis(cis-3.3.5-trimethylcydohexyQphthalate. 
is resorcinol bis[di(2,6-dmethytohenyQphosphate], and trimethylhydroquinone diacetate which are the water dispersion 
liquids 01-03 of a solid plasticizer prepared hereinabove in solid content ratio of 35:35:35 by weight, followed by agi- 
tating until attaining to a uniform liquid to obtain a thermally- and pressure-sensrtive adhesive (a thermoplastic resin 
corrpos'rtion) having a solid concentration of 48% by weight. 

[09461 Formulating ratio herein is 17 parts by weight of the thermoplastic resin (the acrylic-based polymer) and 26 
20 parts by weight of the tackifier (the terpene resin) based on 1 00 parts by weight of the solid plasticizer. 

[09471 The thermally- and pressure-sensitive adhesive prepared hereinabove was coated on opposite surtace of a 
surface for printing of an polyethylene-made shrink film having one printed surface and the thickness of 30jim by gra- 
vure coating in a dot-state, followed by drying at 40'C. The film was cut into the width of 7 cm and the length of '29 cm. 
and it was cylindrically formed so that the thermally- and pressure-sensrtive adhesive layer is situated inside and both 
25 edges are adhered each other by heat sealing to obtain a shrink label. 

[0948] The shrink label was temporarily fixed at a position of an outside of a PET bottle, and it was placed in an oven 
of 1 20°C for 3 minutes. As a resuH. the shrink label was able to be fixed at a desired position by a shnnWng force of the 
shrink label and tackiness of the pressure-sensitive adhesive. 

so Example 04 

[0949] A water-based emulsion of an acrylic-based polymer (2-ethylhexylacrylate-styrene-acryfic acid copolymer hav- 
ing a glass transition temperature Tg of 25°C) which is a thermoplastic resin, a water-based emulsion of a terpene resin 
which is a tackifier. and water were added to the water dispersion liquid of bis(cis-3.3.5-trimethylcyclohexy0phthalate. 

as resorcinol bis[di(2.6-dimethylpheny0phosphate], trimethylhydroquinone diacetate. and dicyclohexyl phthalate which are 
the water dispersion liquids 01-04 of a solid plasticizer prepared hereinabove in solid content ratio of 30:30:30:10 by 
weight followed by agitating until attaining to a uniform liquid to obtain a thermally- and pressure-sensitive adhesive (a 
thermoplastic resin composition) having a solid content of 45% by weight. Formulating ratio herein is 17 parts by weight 
of the thermoplastic resin (the acrylic-based polymer) and 26 parts by weight of the tackifier (the terpene resin) based 

ao on 100 parts by weight of the solid plasticizer. 

[0950] The thermally- and pressure-sensitive adhesive prepared hereinabove was coated on a surface for printing of 
an polyethylene-made shrink f ilm having one printed surface and the thickness of 25 »im by gravure coating at 1 crrr 4 - 
portion alone in a range of the width of 7 cm and the length of 29 cm. followed by drying at 40«C. The film was cut into 
the width of 7 cm and the length of 29 cm. and it was cylindrically formed so that the thermally- and pressure-sensitive 

45 adhesive layer is situated inside and both edges are adhered each other by heat sealing to obtain a shrink label. The 
shrink label was temporarily fixed at a position of an outside of a PET bottle, and it was placed in an oven of 120»C for 
3 minutes. As a result the shrink label was able to be fixed at a desired position by a shrinking force of the shnnk label 
and tackiness of the thermally- and pressure-sensitive adhesive. 

so Comparative Example 01 

[0951] A pdyvinylchloride-made shrink film having the thickness of 25 urn was cut into the width of 7 cm and the 
length of 29 cm, and it was cylindrically formed so that both edges are adhered each other by an adhesive to obtain a 
shrink label. The shrink label was temporarily fixed at a position of an outside of a PET bottle, and it was placed in an 
es oven of 100°C for 3 minutes. As a result, the shrink label was able to be fixed at a desired position by a shnnking force 



of the shrink label. 
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[0952] A polyethylene-made shrink film having one printed surface and the thickness of 30 Jim was cut into the width 
of 7 cm and the length of 29 cm, and it was cylindrically formed so that a printed surface becomes inside and both edges 
5 are adhered each other by heat-sealing to obtain a shrink label. The shrink label was tenporarily fixed at a position of 
an outside of a PET bottle, and it was placed in an oven of 120°C for 3 minutes. As a result, the label was able to be 
fixed at a desired position by a shrinking force of the shrink label. 

Comparative Example 03 

w 

[0953J A water-based emulsion of an acrylic-based polymer (2-ethyIhexylacrylate-styrene-acrylic acid copolymer hav- 
ing a glass transition temperature Tg of 25°C) which is a thermoplastic resin, a water-based emulsion of a terpene resin 
which is a tackifier, and water were added to the water dispersion liquid of dicyclohexyl phthalate (the water dispersion 
liquid 4 of a solid plasticizer) prepared hereinabove, followed by agitating until attaining to a uniform liquid to obtain a 
is thermally- and pressure-sensitive adhesive having a solid concentration of 50% by weight. Formulating ratio herein is 
1 7 parts by weight of the thermoplastic resin (the acrylic-based polymer) and 26 parts by weight of the tackifier (the ter- 
pene resin) based on 1 00 parts by weight of the solid plasticizer (dicyclohexyl phthalate). 

[0954] The thermally- and pressure-sensitive adhesive prepared hereinabove was coated on a surface for printing of 
an polyvinylchloride-made shrink film having one printed surface and the thickness of 25 jim using a barcoater so that 

20 a coating amount after drying becomes 1 0 g/m 2 . followed by drying at 40°C for 2 minutes. The f Urn was cut into the width 
of 7 cm and the length of 29 cm, and it was cylindrically formed so that the thermally- and pressure-sensitive adhesive 
layer is situated inside and both edges are adhered each other by heat sealing to obtain a shrink label 
[0955] The shrink label was temporarily fixed at a position of an outside of a PET bottle, and it was placed in an oven 
of 100°C for 3 minutes. As a result, the shrink label was able to be fixed at a desired position by a shrinking force of the 

25 shrink label and tackiness of the pressure-sensitive adhesive. 

Performance test 
(transparency) 

30 

[0956] A PET bottle on which a shrink label is stuck was placed under an atmosphere of 23°C and 50% RH and trans- 
parency was visually evaluated after 1 day, 1 month, and 3 months. Results are shown in Table 18. 

(Adhesive property) 

35 

[0957] There was repeated 10 times a cycle test that a PET bottle on which a shrink label is stuck was placed under 
a condition of -5°C for 10 hours, a condition of 23°C and 50% RH for 10 hours, a condition of 40°C and 80% RH for 10 
hours, a condition of 23°C and 50% RH for 10 hours. The presence or the absence of fall of the label was confirmed 
and the absence of fall was evaluated as V, and the presence of fall was evaluated as V. Results are shown in Table 



Table 18 





Transparency 


Adhesive property 




After 






1-day 


1 -month 


3- months 


o 


Example 01 


Trans. 


Trans. 


Trans. 


o 


Example 02 


Trans. 


Trans. 


Trans. 


o 


Example 03 


Trans. 


Trans. 


Trans. 


o 


Example 04 


Trans. 


Trans. 


Trans. 


o 


Comparative Example 01 


Trans. 


Trans. 


Trans. 


X 


Comparative Example 02 


Trans. 


Trans. 


Trans. 


x 


Comparative Example 03 


Trans. 


Opaque 


Opaque 


x 
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[0958] In the Table 18, Trans, means "transparent". 

[0959] From the results of the Table 1 8. it is evident that the labels in the Comparative Examples 01 and 02 were not 
able to follow deformation by a change of surroundings, and dropped. In the label of the Comparative Example 03, the 
solid plasticizer changed to "Opaque" by recrystallization after 1 month, and the printing portion became indistinct, and 
it dropped by decline of adhesive strength. On the other hand, the labels of the Examples 01-04 maintained a high 
transparency even after 3-months and, did not also drop without decline of adhesive strength. 

Example P1 

[0960] 2-liter reaction vessel equipped with an agitator, a reflux condenser, a dropping funnel, a tube for introducing 
nitrogen, and a thermometer was charged with 219 parts by weight of isopropylalcohol (hereinafter, abbreviated to 
"IPA"), and 0.62 part by weight of azobisisobutyronitrile (hereinafter, abbreviated as "AIBN") was added while agitating 
to dissolve, followed by heating to 80°C. As copolymerizable components, there were mixed 135.7 parts by weight of 
methylmethacrylate (MMA). 86.3 parts by weight of n-butylacrylate (BA), 7.39 parts by weight of acrylic acid (AA), 4.94 
parts by weight of 3-methacryioxypropyl trimethoxy silane (A- 174 manufactured by Ninon Unicar, Ltd.), and 12.3 parts 
by weight of an a-(3-methacrylQxypropyl)polydimethylsiloxane (FM-071 1 manufactured by Chisso, Ltd.), followed by 
adding dropwise into the reaction vessel using the dropping funnel over approximately 4 hours. After the completion of 
the dropwise addition, 0.25 part by weight of AIBN which is an additional catalyst was dissolved in 25 parts by weight 
of IPA, and it was added dropwise into the reaction vessel, and reaction was further continued for 2 hours. 
[0961] After the completion of the polymerization, 6.95 parts by weight of 25 wt%-aqueous ammonia was added into 
the reaction vessel, and 705 parts by weight of water was added dropwise into the reaction vessel over approximately 
2 hours while agitating to emulsify. 

[0962] After being emulsified, a desired water-based resin composition was obtained by evaporating IPA using a 
rotary evaporator. In the water-based resin composition, solid content was 40% by weight 

Example P2 

[0963] The same polymerization reaction and emulsifying were carried out as in the Example P1 except that the 
amount of n-butylacrylate was changed to 74.0 parts by weight and the amount of the a-(3-methacryloxypropyi)poly- 
dimethylsiloxane (FM-071 1) was changed to 24.7 parts by weight as copolymerizable components to obtain a water- 
based resin composition. 

Example P3 

[0964] The same polymerization reaction and emulsifying were carried out as in the Example P1 except that the 
amount of n-butylacrylate was changed to 49.3 parts by weight and the amount of the a-(3-methacryloxypropyl)poly- 
dimethylsiloxane (FM-071 1) was changed to 49.3 parts by weight as copolymerizable components to obtain a water- 
based resin composition. 

Example P4 

[0965] The same polymerization reaction and emulsifying were carried out as in the Example P1 except that n-buty- 
lacrylate was not employed and the amount of the a-(3-methacryloxypropyl) polydimethytsiloxane (FM-071 1) was 
changed to 98.7 parts by weight as copolymerizable components to obtain a water-based resin composition. 

Example P5 

[0966] The same polymerization reaction and emulsifying were carried out as in the Example P1 except that 12.3 
parts by weight of the a-(3-methacryloxypropyl)polydimethyl siloxane (FM-0725 manufactured by Chisso, Ltd.) was 
employed in place of FM-071 1 as copolymerizable components to obtain a water-based resin composition. 

Example P6 

[0967] The same polymerization reaction and emulsifying were carried out as in the Example P5 except that the 
amount of n-butylacrylate was changed to 74.0 parts by weight and the amount of the a-(3~methacryloxypropyf)poiy- 
dimethylsiloxane (FM-0725) was changed to 24.7 parts by weight as copolymerizable components to obtain a water- 
based resin composition. 



121 



EP 0 989 162 A1 



Example P7 

(0968] The same polymerization reaction and emulsifying were carried out as in the Example P5 except that the 
amount of n-butylacrylate was changed to 49.3 parts by weight and the amount of the a-(3-methacryloxypropyf)poiy- 
5 dimethyisiloxane (FM-0725) was changed to 49.3 parts by weight as copoiymerizable components to obtain a water- 
based resin composition. 

Example P8 

w [0969] The same polymerization reaction and emulsifying were carried out as in the Example P5 except that the 
amount of n-butylacrylate was not employed and the amount of the a-(3-methacryloxypropyl) pofydimethylsiloxane 
(FM-0725) was changed to 98.7 parts by weight as copoiymerizable components to obtain a water-based resin compo- 
sition. 

is Example P9 

[0970] The same polymerization reaction and emulsifying were carried out as in the Example P1 except that 12.3 
parts by weight of a polymethyl(3-methacryloxypropy0siloxane (F3-009-O5 manufactured by Nihon Unicar, Ltd.) was 
employed in place of the FM-071 1 as copoiymerizable components to obtain a water-based resin composition. 

20 

Comparative Example P1 

[0971] The same polymerization reaction and emulsifying were carried out as in the Example P1 except that 3-meth- 
acryloxypropyl trimethoxy silane (A-174) was not employed as a copoiymerizable component to obtain a water-based 
25 resin composition. 

Comparative Example P2 

[0972] The same polymerization reaction and emulsifying were carried out as in the Example P1 except that the a- 
30 (3-methacryiaxypropyl) polydimethyisiloxane (FM-071 1) was not employed as a copoiymerizable component to obtain 
a water-based resin composition. 

Comparative Example P3 

35 [0973] The same polymerization reaction and emulsifying were carried out as in the Example P9 except that the 3- 
methacryloxypropyl trimethoxy silane (A-174) was not employed as a copoiymerizable component to obtain a water- 
based resin composition. 

Comparative Example P4 

40 

[0974] The same polymerization reaction and emulsifying were carried out as in the Example P1 except that the 3- 
methacryloxypropyl trimethoxy silane (A-174) and the a-(3-methacryloxypropyl) polydimethyisiloxane (FM-071 1) were 
not employed as copoiymerizable components to obtain a water-based resin composition. 

[0975] Composition of the water-based resin compositions obtained in the Examples P1-P9 and the Comparative 
45 Examples P 1 -P4 was collectively shown in Table 1 9. 



so 



65 



3NSDOCJD: <EP 0989162A1 I > 



122 



EP0 989 162 A1 

Table 19 




ss 
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(Formulation of a water-based coating) 

[0976] From the water-based resin compositions obtained in the Examples P1 -P9 and the Comparative Examples P1 - 
P4, a water-based coating agent was obtained according to the formulation shown in Table 20 described below. 

5 



Table 20 



Titanium oxide(R630 manufactured by Ishihara Sangyo) 


31 .34 parts by weight 


Hydroxyethyl cellulose (SP600 manufactured by Daicel Kagaku Kogyo) 


0.27 parts by weight 


Deionized water 


7.73 parts by weight 


4% sodium tripolyphosphate 


3.40 parts by weight 


Defoaming agent 


0.43 parts by weight 


Anti-bacterial agent 


0.43 parts by weight 


Primal 850 (manufactured by Roam & Haas, Ltd.) 


0.68 parts by weight 


Water-based resin composition (solid content) 


53.32 parts by weight 



20 

(Test Example) 

[0977] In relation to the water-based resin compositions obtained in the Examples P1 -P9 and the Comparative Exam- 
ples P1-P4 and the water-based coating agents, performance evaluations were carried out as described below. 

25 

1 . Water resistance test 

[0978] Water-based resin composition in which the solid content was adjusted to 20% by weight was coated on an 
acrylic resin plate using a No. 1 2 barcoater, and it was dried by curing at 1 05°C for 5 minutes. After that, the acrylic resin 
30 plate was immersed in a water tank at 20°C for 7 days to visually evaluate a change in a coating layer. 

©: no changed, o: partially whitened, a: whitened, x: no coating layer (dissolved) 

2. Hot water resistance test 

35 

[0979] Water-based resin composition in which the solid content was adjusted to 20% by weight was coated on an 
acrylic resin plate using a No. 1 4 barcoater, and it was dried by curing at 1 05°C for 5 minutes. After that the acrylic resin 
plate was immersed in a water tank at 80°C for 2 hours to visually evaluate a change in a coating layer. 

40 @: no changed, o: partially whitened, a: whitened, x: no coating layer (dissolved) 

3. Solvent resistance test 

[0980] In relation to a coating layer formed on an acrylic resin plate likewise prepared as in the water resistance test, 
45 a rubbing test was conducted using a cotton swab containing methanol. There was measured the number of times 
requiring until dissolving of a coating layer. 

4. Adhesion test 

so [0981 ] Water-based resin composition in which the solid content was adjusted to 20% by weight was coated on a pol- 
yethylene terephthalate plate (a PET plate) using a No. 14 barcoater, and it was dried by curing at 1 05°C for 5 minutes. 
After that a cross-hatched test was conducted using a cellophane tape in relation to the PET plate to visually evaluate 
a residual condition of the coating layer. There is shown the number of residual coating layer in 1 00 pieces. 

55 5. Weatherability test 

[0982] The water-based coating agent which is modified into a water-based coating composition was coated on an 
aluminum plate using the No. 12 barcoater, followed by drying by curing at 105°C for 5 minutes to prepare test pieces. 
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The test pieces were set in a QUV accelerating weatherability test machine, an accelerating weatherability test was 
conducted for 1500 hours, and gloss retention ratio was quantitatively measured with a gloss meter. 

6. Staining resistance test 

[0983] The same pieces as in the weatherability test were placed in an outside to conduct a natural exposure test for 
1 month, and staining conditions were visually evaluated. 

® : no stained, o: partially stained, a: stained, x: deterioration in the coating layer 
[0984] Results in the above tests are shown in Table 21 . 



30 



35 



40 



45 



125 



EP 0 989 162 A1 



Table 21 
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[0985] From the Table 21 , the water-based coating agents in the Examples P1 -P9 are more excellent in water resist- 
ance, solvent resistance, and adhesion, and also in weatherabilrty and staining resistance. On the other hand, the coat- 
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ing agent in the Comparative Example P2 is poorer in weatherability and staining resistance, and the coating agents in 
the Comparative Examples P1 and P3 is particularly poorer in water resistance, solvent resistance, and adhesion. 

Preparation Example Q1 

5 

Synthesis of a copolymer (Polymeric dispersant) for a shell conponent 

[0986] 2-liter reaction vessel equipped with an agitator, a reflux condenser, a dropping funnel, a tube for introducing 
nitrogen, and a thermometer was charged with 220 parts by weight of isopropylalcohol (hereinafter, abbreviated to 

10 "IPA"). and 2.6 part by weight of azobisisobutyron'rtrile (hereinafter, abbreviated as "AIBN") was added while agitating 
to dissolve, followed by heating to 80°C. As copolymerizable components, there were mixed 137.5 parts by weight of 
methyimethacrylate (hereinafter, abbreviated as "MMA"), 75.0 parts by weight of n-butylacrylate (hereinafter, abbrevi- 
ated as "BA"), 25.0 parts by weight of acrylic acid (hereinafter, abbreviated as "AA"). and 12.5 parts by weight of Blem- 
mer PE200 (manufactured by Nihon yushi). followed by adding dropwise a mixture of the copolymerizable components 

is into the reaction vessel using the dropping funnel over approximately 3 hours. After the completion of the dropwise 
addition, 1 .0 part by weight of AIBN which is an additionaJ catalyst was dissolved in 25 parts by weight of IPA, and it was 
added dropwise into the reaction vessel, and reaction was further continued for 2 hours. After the completion of the 
polymerization, 23.6 parts by weight of 25 wt%-aqueous ammonia was added into the reaction vessel, and 875 parts 
by weight of water was added dropwise into the reaction vessel over approximately 1 hour while agitating to emulsify. 

20 After having been emulsified, a desired shell component was obtained by evaporating IPA using a rotary evaporator. In 
the shell component (a polymeric dispersant), solid concentration was 28.5% by weight, and Tg (a calculated value) 
was 35°C. 

Preparation Examples Q2-Q7 

25 

[0987] The same preparation was likewise conducted as in the Preparation Example Q1 except that monomer com- 
position as shown in Table 22 was applied to synthesize a copolymer for shell components (a polymeric dispersant). 



Table 22 



Copolymer for shell components 




Preparation Example 




Q1 


Q2 


Q3 


Q4 


Q5 


Q6 


Q7 


Monomer composition (part by 
weight) 
















MMA 


137.5 


0 


37.5 


200.0 


212.5 


160.0 


25.0 


BA 


75.0 


212.5 


175.0 


12.5 


0 


75.0 


75.0 


AA 


25.0 


25.0 


25.0 


25.0 


25.0 


2.5 


137.5 


Blemmer PE200 


12.5 


12.5 


12.5 


12.5 


12.5 


12.5 


12.5 


Total 


250.0 


250.0 


250.0 


250.0 


250.0 


250.0 


250.0 


solid concentration (% by weight) 


28.5 


29.1 


29.0 


29.3 


29.1 


29.2 


29.0 


T g (°C) (calculated value) 


35 


-41.4 


-24.6 


88.9 


102.1 


34.8 


35.2 



Example Q1 

so 

Synthesis of a core/shell type water-based emulsion 

[0988] 210.8 parts by weight (solid content by weight: 60.1 parts by weight) of Polymeric dispersant 2 synthesized in 
the Preparation Example Q1 was dissolved in 87.9 parts by weight of a deionized water, and then, 28.8 parts by weight 
55 of styrene (hereinafter, abbreviated as "ST), 7.2 parts by weight of 2-ethylhexylacrylate (hereinafter, abbreviated as 
"EHA"), 24.0 parts by weight of Epikote 828 (manufactured by Yuka Shell Epoxy), and 0.6 part by weight of t-dodecyi 
mercaptan (hereinafter, abbreviated as "TDM") were added to prepare a pre-emulsion with a homogenizes 
[0989] The pre-emulsion was charged in a 2-liter reaction vessel equipped with an agitator, a reflux condenser, a 
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dropping funnel, a tube for introducing nitrogen, and a thermometer, followed by heating to 60°C. When the reaction 
vessel attained to 60°C, a polymerization was initiated by dropping an aqueous solution in which 0.34 part by weight of 
Perbutyl H69 (manufactured by Nihon YUshi. Ltd.) was dissolved in 14 parts by weight of a deionized water and an 
aqueous solution in which 0.34 part by weight of Redol C (manufactured by Sumitomo Seika) was dissolved in 3.5 parts 
5 by weight of a deionized water. After having polymerized for 1 .5 hour, there were added dropwise an aqueous solution 
in which 0.14 part by weight of Perbutyl H69 was added to 6 parts by weight of a deionized water and an aqueous solu- 
tion in which 0.14 part by weight of Redol C was added to 1 .5 parts by weight of a deionized water which are an addi- 
tional catalyst, and aging was further conducted for 1.5 hour to prepare a water-based emulsion. The water-based 
emulsion has a solid concentration of 29% by weight. pH of 8.5, and viscosity at 30°C by a B-type viscometer of 1 1 .0 cp. 

10 

Synthesis of a water-based coating composition 

[0990] Subsequently, 384 parts by weight of a Na silicate (x=4, concentration of 30% by weight) was mixed with 99.3 
parts by weight of the water-based emulsion, and diluted by 454.8 parts by weight of a deionized water to prepare a 
is target water-based coating composition. The water-based coating composition has a solid concentration of 15% by 
weight pH of 1 1, and viscosity at 30°C by a B-type viscometer of 3 cp. In relation to the water-based coating composi- 
tion, storage stability test and adhesion test were conducted as described below. 

(Storage stability test) 

20 

[0991] The water-based coating composition was placed in a closed vessel, and the closed vessel was placed in a 
hot air circulating dryer at 50°C for 7 days. Conditions of the composition after having placed was visually evaluated. 

o: no changed 

25 

a: slight increase in viscosity 
x: generation of grits 
30 (Adhesion test) 

[0992] A calcium silicate plate having 1 m x 1 m was cut to prepare a gap having the width of 1 on and the depth of 
4 mm at interval of 10 cm. The calcium silicate plate which is a base plate was preheated at 100°C for 8 minutes, fol- 
lowed by coating the water-based coating composition by a sprayer at 80 g/m 2 (amount in wet). After having placed for 
35 40 seconds, there was coated a water-diluted product having concentration of 20% of Ales Aqua Gloss (a water-based 
acrylic coating for a wall manufactured by Kansai Paint) at 1 10 g/m 2 (amount in wet), followed by drying at 100°C for 4 
minutes. 

[0993] After having placed a coating material obtained at room temperatures for 24 hours, the adhesion test of a coat- 
ing layer which is regulated according to J IS A 5422 was conducted to measure a peeled ratio (%) of the coating layer 
40 as an evaluation of adhesion. Also, there was conducted an adhesion test after being immersed in warm water at 60°C. 

Examples Q2-Q15 

[0994] Core/shell type water-based emulsions were prepared by the same operations as in the Example Q1 except 
45 that there were employed copolymers for shell components in the respective preparation Examples shown in Table 23. 
and respective monomers shown in Table 23 were employed as core components. 

[0995] Subsequently, respective target water-based coating compositions were obtained by mixing respective water- 
based emulsions with a Na silicate (x=4, concentration of 30% by weight) or a Li silicate (x=4.5, concentration of 22.2% 
by weight: Example Q6) at the silicate weight ratio with respect to the emulsions shown in Table 23 according to the 
so same operations as in the Example Q1 . 

[0996] In relation to the respective water-based coating compositions obtained, the same storage stability test and 
adhesion test were conducted as in the Example Q1 . 

Examples Q16-Q21 and Comparative Examples Q1-Q4 

55 

[0997] Core/shell type water-based emulsions were synthesized by the same operations as in the Example Q1 except 
that the polymers in the respective Preparation Examples shown in Table 24 were employed as copolymers for shell 
components, and the respective monomers shown in Table 24 were employed as core components. 
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r09981 Subsequently, respective water-based coating compositions were obtained by mixing the respective water- 
based emulsions with a Na silicate (x=4. concentration of 30% by weight) at the silicate weight ratio with respect to the 
emulsions shown in Table 24 according to the same operations as in the Example Q1 . 

[09991 In relation to the water-based coating compositions obtained, the same storage stability test and adhesion test 
5 were conducted as in the Example Q1 . 

Comparative Example Q5 

[1 000] In relation to the core/shell type water-based emulsion alone prepared in the Example Q1 . the same storage 
10 stability test and adhesion test were conducted as in the Example Q1 . 

Comparative Example Q6 

[1 001] In relation to the Na silicate alone employed in the Example Q1 . the same storage stability test and adhesion 
f s test were conducted as in the Example Q1 . 

Comparative Example Q7 

noo21 In a 1-liter flask. 3.15 parts by weight of Emulgen 935 (manufactured by Kao) was dissolved in 35.0 parts by 
weight of a deionized water while agitating. Further. 28.2 parts by weight of ST. 7.2 parts by weight of EHA. 24.0 parts 
bv weight of Epikote 828. and 0.6 part by weight of TDM were fed into a homogenizer to prepare a pre-emulsion. 
n0031 51 3 parts by weight of a deionized water was charged into a 2-liter reaction vessel equipped with an agitator, 
a reflux condenser, a dropping funnel, a tube for introducing nitrogen, and a thermometer, followed by heating to 60'C 
while agitating When the reaction vessel attained to 60'C. there were added dropwi&e an aqueous solution in which 
0 21 oart by weight of Perbutyl H69 was dissolved in 12.3 parts by weight of a deionized water, an aqueous solution in 
whichO 21 part by weight of Resol C was dissolved in 12.3 parts by weight of a deionized water, and the above- 
described pre-emulsion from the dropping funnel over 3 hours to conduct a polymerization, 
n 0041 After the completion of the dropwise addition, aging was further continued for 3 hours and. after cooling, neu- 
tralization was conducted until attaining to pH of 8.5 by 25%-aqueous ammonia to prepare core components. The core 
so comoonents have a solid concentration of 35% by weight and pH of 8.5. 

ri0051 Subsequently, a 2-liter reaction vessel equipped with an agitator, a reflux condenser, a dropping funnel, a tube 
for introducing nitrogen, and a thermometer was charged with 171.4 parts by weight of the core components and 
104 19 oarts by weight of a deionized water, followed by heating to 60'C. When the reaction vessel attained to 60-C. 
there were added dropwise an aqueous solution in which 0.46 part by weight of Perbutyl H69 was dissolved in 32.2 
Darts bv weight of a deionized water, an aqueous solution in which 0.46 part by weight of Resol C was dissolved in 32* 
Darts bv weight of a deionized water, and a mixture composed of 33.0 parts by weight of MMA. 18.0 parts by weight of 
BA. 3 0 parts by weight of AA, and 1 .5 part by weight of Blemmer PE200 from the dropping funnel over 2 hours to con- 
duct a DOlymerization. After the completion of the dropwise addition, aging was further continued for 3 hours and. after 
cooling neutralization was conducted until attaining to pH of 8.5 by 25%-aqueous ammonia to obtain a water-based 
emulsion. The water-based emulsion has a solid concentration of 29% by weight. pH of 8.5. and a viscosity by a B-type 

viscometer of 9 cp at 30°C. , , . . _ 

[1 0061 Further, according to the same operations as in the Example Q1 . the water-based emulsion was mixed with a 
Na silicate (x=4. concentration of 30% by weight) in the mixing ratio by weight of the emulsion/the silicate of 2:8. By mix- 
ing the Na silicate, gelation was caused. 

[1007] In the Example, since acrylic acid was added after synthesis of the copolymer for core components, it is 
thought that acrylic acid having a slow polymerization rate is not completely polymerized in the shell portion and a pdy- 
acrvlic acid is relatively produced in a water phase, resulting in that a target core/shell type structure is not formed. It is 
thought that the emulsion becomes unstable by mixing of the Na silicate because of the polyacrylic acid in the water 
phase, resulting in that gelation is caused. 
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Table 23 
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Table 24 
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(Remarks of the Table 23 and Table 24) 

[1 008] Monomer abbreviations for the core components are as follows. 
5 EP 828: Epikote 828 

GMA: glyckJylmethacrylate 
M-GMA: methylglycidylmethacrylate 

w 

CYM: (3,4-epoxycyclohexyl)methyfmethacrylate 
CHPMA: 3-ch!oro-2-hydroxypropylmethacrylate 

is [1009] Table 25 shows the evaluation results in the Examples Q1-Q21 and Comparative Examples Q1-Q7. 

[1 01 0] From the Table 25, the emulsions in the Examples Q1 -Q1 9 are excellent in the storage stability, and practically 
sufficient adhesion was obtained even in both of a plain portion and cutting portion (notches) of the calcium silicate 
base plate. Particularly, in the Examples Q1-Q15 which are preferred Examples, excellent results are obtained. 
11 01 1 ] In the Example Q21 , although the emulsion is excellent in the storage stability, adhesion in the cutting portion 

20 was slightly poor. In the Example Q20, a stable core/shell type emulsion was not obtained because the core compo- 
nents are too much compared to the shell components. 

[1 01 2] In the Comparative Examples Q2, Q3, Q4, Q5, and Q6, adhesion was poor. Further, in the Comparative Exam- 
ples Q1 and Q7, evaluations were not able to be conducted because of gelation in mixing of the silicate. 
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Table 25 
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A thermoplastic resin composition containing a thermoplastic resin and a solid plasticizer, characterized in that said 
solid plasticizer is at least one compound selected from the group of three kinds of compounds (i) a multiester com- 
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pound of (A) (A1) an alcohol having a substituted cyclohexane ring or a substituted cyclohexene ring substituted by 
at least one of an alkyl group and having at least 3 carbons in the alkyl group, or (A2) an alcohol having a bridged 
ring containing at least one of a six-membered carbon ring with (B) a polybasic acid, (iia) a phosphorus compound 
having a melting point of 55-100'C or a phosphorus compound represented by the following formulae (1a), (1b), 
(1c)or(2) 



R ,a 0-p-0R 4a 

'« I I / I I 



is 




0 

R 3a 

<la) (lb) 



R'O-P-OR 4 R 5_p_ R 7 
' I 

0 R 6 

20 R 3 

(lc) (2) 

25 

pn the formulae. R 1 , R 2 , R 3 , R 4 . R 1a . R 3a . R 4 * 1 , R 5 . R 6 , and R 7 are a hydrocarbon group or a heterocyclic group, 
respectively, A is a divalent hydrocarbon group or a heterocyclic group, k is 0 or 1 , n is an integer of 1-3, however, 
R 1a , R 3 *, and R 4 * are not simultaneously a phenyl group or 4-t-butylphenyl group, R 1 , R 2 , and A in the formula (1 a), 
R 3 . R 4 . and A in the formula (1a), R 1a . R 3a , and R 4 * in the formula (1b). R 1 . R 3 , and R 4 in the formula (1c), R 5 , R 6 . 
30 and R 7 in the formula (2) may form a ring containing phosphorus atom by bonding of at least two groups, respec- 
tively.], and (iiia) a diester compound of (C) (c1) hydroquinone or lesorcinol wherein benzene ring may be substi- 
tuted by an alkyl group, or (c2) catechol wherein benzene ring is substituted by an alkyl group with (D) an organic 
monobasic acid. 

35 2. A thermoplastic resin composition containing a thermoplastic resin and a solid plasticizer, characterized in that said 
solid plasticizer is constructed by a combination of at least two compounds selected from the group of four kinds of 
compounds (0 a multi ester compound of (A) (A1) an alcohol having a substituted cyclohexane ring or a substituted 
cyclohexene ring substituted by at least one of an alkyl group and having at least 3 carbons in the alkyl group, or 
(A2) an alcohol having a bridged ring containing at least one of a six-membered carbon ring with (B) a polybasic 

40 acid, (iia) a phosphorus compound having a melting point of 55-1 00°C or a phosphorus compound represented by 
the following formulae (1a), (1b), (1c) or (2) 
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R'O-P-OR 4 
I 

0 
R 3 



(lc) 



R 5 ~P-R 7 
I 

R 6 



(2) 



pn the formulae, R 1 . R 2 , R 3 , R 4 , R 1a , R 3a . R 4 *. R 5 , R 6 . and R 7 are a hydrocarbon group or a heterocyclic group, 
respectively, A is a divalent hydrocarbon group or a heterocyclic group, k is 0 or 1 , n is an integer of 1 -3, however, 
R 1a . R?*. and R 43 are not simultaneously a phenyl group or 4-t-butylphenyl group, R 1 , R 2 , and A in the formula (1 a), 
R 3 , R 4 , and A in the formula (1a), R 1a , R 3a , and R 411 in the formula (1b). R 1 , R 3 . and R 4 in the formula (1c), R 5 , R 6 , 
and R 7 in the formula (2) may form a ring containing phosphorus atom by bonding of at least two groups, respec- 
tively], and (iii) a dioxybenzene derivative, and (iv) dicyclohexyl phthalate. 

3. A thermoplastic resin composition containing a thermoplastic resin and a solid plasticizer, characterized in that said 
solid plasticizer is constructed by a combination of the compounds (i) a multi ester compound of (A) (A1) an alcohol 
having a substituted cyclohexane ring or a substituted cyciohexene ring substituted by at least one of an alkyl group 
and having at least 3 carbons in the alkyl group, or (A2) an alcohol having a bridged ring containing at least one of 
a six-membered carbon ring with (B) a polybasic acid, and (il) a phosphorus compound. 

4. A thermoplastic resin composition as claimed in any one of claims 1-3, wherein said multi ester compound (i) is a 
murtiester compound of (A11) a substituted cyclohexanol substituted by at least one of an alkyl group and having 
at least 3 carbons in the alkyl group or (A21) an alcohol having a bridged ring containing at least one of a six-mem- 
bered saturated carbon ring to which hydroxy! group or hydroxymethyl group is bonded with (B) a polybasic acid. 

5. A thermoplastic resin composition as claimed in claim 4, wherein said substituted cyclohexanol is 3,3,5-trimethyl 
cyclohexanol. 

6. A thermoplastic resin composition as claimed in claim S, wherein said 3.3,5-trimethylcyclohexanol is selected from 
a cis-isomer, a trans-isomer, or a mixture thereof. 

7. A thermoplastic resin composition as claimed in claim 4, wherein said murtiester compound (i) is bis(3.3,5-trimethyl 
cyclohexyl)phthalate containing a trans-isomer and a cis-isomer in the ratio [trans-isomer/cis-isomer (weight ratio)] 
of 0/100-40/60. 

8. A thermoplastic resin composition as claimed in claim 4, wherein said alcohol having a bridged ring is an alcohol 
having norbornane ring, norbornene ring, or adamantine ring. 

9. A thermoplastic resin composition as claimed in claim 2, wherein said dioxybenzene derivative (iii) is a di ester com- 
pound of (C) (d) hydroquinone or lesorcinol wherein benzene ring may be substituted by an alkyl group, or (c2) 
catechol wherein benzene ring is substituted by an alkyl group with (D) an organic monobasic acid. 

1 0. A thermoplastic resin composition containing a thermoplastic resin and a solid plasticizer, characterized in that said 
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solid plasticizer is a mufti ester of a polybasic acid which does not bring about a morphological change to a testes 
of a rat when it Is continuously given by an oraJ administration for 7 days in a dose of 1000 mg/kg. 

11. A thermoplastic resin composition as claimed in claim 10, wherein said multi ester of a polybasic acid is a di ester 
5 phthalate. 

1 2. A thermoplastic resin composition as claimed in any one of claims 1*11, wherein the content of said solid plasticizer 
is 30-1000 parts by weight based on 100 parts by weight of said thermoplastic resin. 

w 1 3. A thermoplastic resin composition as claimed in any one of claims 1 -12, wherein a tackrfier is further contained. 

14. A thermoplastic resin composition as claimed in any one of claims 1-13, wherein said thermoplastic resin is a 
water-based composition dispersed in water. 

is 15. A thermoplastic resin composition which contains a thermoplastic resin having a glass transition temperature of - 
10 to 25°C and a solid plasticizer, and said thermoplastic resin is a water-based thermoplastic resin composition 
dispersed in water, characterized in that said solid plasticizer is a phosphorus compound. 

16. A thermally- and pressure-sensitive adhesive containing a thermoplastic resin composition as claimed in any one 
20 of claims 1-15. 

17. A thermally- and pressure-sensitive adhesive containing a thermoplastic resin composition and a solid plasticizer, 
wherein said thermoplastic resin is constructed by an epoxy compound (E) and a polymer (F) of a polymerizable 
unsaturated compound. 

25 

18. A thermally- and pressure-sensitive adhesive as claimed in claim 17, wherein said thermoplastic resin is con- 
structed by a polymer (F) and an epoxy compound (E) dispersed in the particle state in the polymer. 

19. A thermally- and pressure-sensitive adhesive as claimed in claim 1 7 or 1 8, wherein said thermoplastic resin is con- 
so tained in the form of a water-based emulsion in which there are dispersed in water polymer particles having a core- 
shell structure or a domain structure constructed by an epoxy compound (E) and a polymer (F) of a polymerizable 
unsaturated compound. 

20. A thermally- and pressure-sensitive adhesive as claimed in any one of claims 1 7-19, wherein said epoxy compound 
36 (E) is an epoxy resin. 

21. A thermally- and pressure-sensitive adhesive as claimed in any one of claims 17-20, wherein the content of said 
solid plasticizer is 1 5-200 parts by weight based on 100 parts by weight of said thermoplastic resin. 

40 22. A thermally- and pressure-sensitive adhesive as claimed in any one of claims 17-21, wherein a tackifier is further 
contained. 

23. A thermally- and pressure-sensitive adhesive containing a thermoplastic resin and a solid plasticizer, wherein that 
said solid thermoplastic resin is a polymer of a polymerizable unsaturated compound having a hydrolyzable sityl 

45 group. 

24. A thermally- and pressure-sensitive adhesive as claimed in claim 23, wherein said thermoplastic resin is an acrylic- 
based polymer of a polymerizable unsaturated compound having a hydrolyzable siiyl group. 

so 25. A thermally- and pressure-sensitive adhesive as claimed in claim 23 or 24, wherein said thermoplastic resin is a 
polymer of monomer components containing 0.05-30% by weight of a polymerizable unsaturated compound hav- 
ing a hydrolyzable silyl group. 

26. A thermally- and pressure-sensitive adhesive as claimed in any one of claims 23-25, wherein the content of said 
65 thermoplastic resin is 1 5-200 parts by weight based on 1 00 parts by weight of said solid plasticizer. 

27. A thermally- and pressure-sensitive adhesive as claimed in any one of claims 23-26, wherein a tackifier is further 
contained. 
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28. A thermally- and pressure-sensitive adhesive as claimed in any one of claims 23-27. wherein said thermoplastic 
resin is a water-based composition dispersed in water. 

29. A thermally- and pressure-sensitive adhesive containing a thermoplastic resin and a solid plasticizer, wherein a 
5 weight average molecular weight (Mw) of said thermoplastic resin is 100,000-500,000. 

30. A thermally- and pressure-sensitive adhesive as claimed in claim 29, wherein said thermoplastic resin is an acrylic- 
based polymer. 

10 31 . A thermally- and pressure-sensitive adhesive as claimed in claim 29 or 30, wherein the content of said thermoplas- 
tic resin is 15-200 parts by weight based on 100 parts by weight of said solid plasticizer. 

32. A thermally- and pressure-sensitive adhesive as claimed in any one of claims 29-31 , wherein a tacWf ier is further 
contained. 

is 

33. A thermally- and pressure-sensitive adhesive as claimed in any one of claims 29-32, wherein said thermoplastic 
resin is a water-based composition dispersed in water. 

34. A water-based thermally- and pressure-sensitive adhesive containing a thermoplastic resin and a solid plasticizer, 
20 characterized in that a decline of a melting point in said solid plasticizer versus a melting point of said solid plasti- 
cizer in a thermally- and pressure-sensitive adhesive layer formed by heating said water-based thermally- and 
pressure-sensitive adhesive at 40°C for 2 minutes on a base sheet is less than 3°C. 

35. A water-based thermally- and pressure-sensitive adhesive as claimed in claim 34, wherein an average particle 
25 diameter is 1-10 microns in said water-based thermally- and pressure-sensitive adhesive. 

36. A water-based thermally- and pressure-sensitive adhesive as claimed in claim 34 or 35, wherein said thermoplastic 
resin is an acrylic-based polymer. 

30 37. A water-based thermally- and pressure-sensitive adhesive as clamed in any one of claims 34-36, wherein said 
solid plasticizer is dicyclohexylphthalate. 

38. A thermally- and pressure-sensitive adhesive sheet, wherein a pressure-sensitive adhesive layer composed of a 
thermally- and pressure-sensitive adhesive as claimed in any one of claims 16-37 is coated on at least one surface 

as of a base material. 

39. A method for the preparation of a thermally- and pressure-sensitive adhesive sheet which comprises forming a 
pressure-sensitive adhesive layer composed of a thermally- and pressure-sensitive adhesive as claimed in any one 
of claims 16-37 by coating on at least one surface of a base material. 

40 

40. A thermally- and pressure-sensitive adhesive sheet wherein a thermally- and pressure-sensitive adhesive layer 
containing a thermoplastic resin, a tackrf ier, and a solid plasticizer is coated on at least one surface of a base mate- 
rial, characterized in that an adhesive strength when being stuck to a body to be stuck after manifestation of tacki- 
ness by heating said thermally- and pressure-sensitive adhesive sheet is from 100 gf/25mm to 600 gf/25mm at a 

45 period of 6 months-lapse. 

41. A thermally- and pressure-sensitive adhesive sheet as claimed in claim 40, characterized in that said thermaliy- 
and pressure-sensitive adhesive layer is formed by coating a water-based dispersed product of a thermally- and 
pressure-sensitive adhesive containing a thermoplastic resin, a tackifier, and a solid plasticizer over at least one 

so surface of a base material sheet, followed by drying. 

42. A thermally- and pressure-sensitive adhesive sheet as claimed in claim 40 or 41 , wherein said thermoplastic resin 
is an acrylic-based polymer. 

ss 43. A thermally- and pressure-sensitive adhesive sheet as claimed in any one of claims 40-42. wherein said solid plas- 
ticizer is dicyclohexylphthalate. 

44. A thermally- and pressure-sensitive adhesive sheet wherein a thermally- and pressure-sensitive adhesive layer 
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containing a thermoplastic resin, a tackif ier, and a solid plasticizer is coated on at least one surface of a base mate- 
rial, characterized in that a coating amount of said thermally- and pressure-sensitive adhesive is less than 5 g/m 2 , 
and an adhesive strength when being stuck to a body to be stuck after manifestation of tackiness by heating said 
thermally- and pressure-sensitive adhesive sheet is not less than 100 gf/25mm. 

45. A thermally- and pressure-sensitive adhesive sheet as claimed in claim 44, characterized in that said thermally- 
and pressure-sensitive adhesive layer is formed by coating a water-based dispersed product of a thermally- and 
pressure-sensitive adhesive containing a thermoplastic resin, a tackif ier, and a solid plasticizer over at least one 
surface of a base material sheet, followed by drying. 

46. A thermally- and pressure-sensitive adhesive sheet as claimed in claim 44 or 45, wherein said adhesive strength 
when being stuck to a body to be stuck at a period of 5 minutes lapse after manifestation of tackiness by heating 
said thermally- and pressure-sensitive adhesive sheet is not less than 100 gf/25mm. 

47. A thermally- and pressure-sensitive adhesive sheet as claimed in any one of claims 44-46. wherein said thermo- 
plastic resin is an acrylic-based polymer. 

48. A thermally- and pressure-sensitive adhesive sheet as claimed in any one of claims 44-47, wherein said solid plas- 
ticizer is dicyclohexylphthalate. 

49. A recording sheet wherein an ink-absorbing layer composed of an acrylic-based polymer containing 5-50% by mo! 
of a hydrophilic monomer which is a constructing monomer and a solid plasticizer is formed over at least one sur- 
face of a base material. 

50. A recording sheet as claimed in claim 49, wherein said hydrophilic monomer is at least one selected from a mono- 
mer containing carboxyiic group, a monomer containing hydroxy! group, and a monomer containing a polyoxy- 
alkylene unit. 

51 . A recording sheet as claimed in claim 49, wherein said solid plasticizer is at least one compound selected from the 
group of three kinds of compounds (i) a multiester compound of (A) (A1) an alcohol having a substituted cyclohex- 
ane ring or a substituted cyclohexene ring substituted by at least one of an alkyl group and having at least 3 car- 
bons in the alkyl group, or (A2) an alcohol having a bridged ring containing at least one of a six-membered carbon 
ring with (B) a polybasic acid, (iia) a phosphorus compound having a melting point of 55-1 00°C or a phosphorus 
compound represented by the following formulae (1a), (1b), (1c) or (2) 

0 

R ,a 0-P-OR* a 
I 

0 

R3 a 

(la) (lb) 




f^O-P-OR 4 
I 

0 



R 9 ~P-R' 

I 

Re 



(lc) 



(2) 



pn the formulae, R 1 , R 2 , R 3 , R 4 , R 1a , R 3 *, R 4 *, R 5 , R 6 , and R 7 are a hydrocarbon group or heterocyclic group, 
respectively, A is a divalent hydrocarbon group or heterocyclic group, k is 0 or 1. n is an integer of 1-3, however, 
R 1a , R 3 *. and R 4 * are not simultaneously a phenyl group or 4-t-butylphenyl group, R 1 , R 2 , and A in the formula (1 a), 
R 3 . R 4 . and A in the formula (1a). R 1a , R 3a . and R 4 * in the formula (1b), R 1 , R 3 , and R 4 in the formula (1c), R 5 , R 6 , 
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10 



and R 7 in the formula (2) may form a ring containing phosphorus atom by a combination of at least two groups, 
respectively.], and (ilia) a diester compound of (C) (d) hydroquinone or lesorcinol wherein benzene nng may be 
substituted by an alkyl group, or (c2) catechol wherein benzene ring is substituted by an alkyl group with (D) an 
organic monobasic acid. 

52 A recording sheet as claimed in claim 51 . wherein said multiester compound 0) is a multiester compound of (A1 1) 
" a substituted cyclohexanol substituted by at least one of an alkyl group and having at least 3 carbons in the alkyl 
group or (A21) an alcohol having a bridged ring containing at least one of a six-membered saturated carbon ring to 
which hydroxy! group or hydroxymethyl group is bonded with (B) a polybasic acid. 

53. A recording sheet as claimed in any one of claims 49-52, wherein the content of said solid plasticizer is 30-1000 
parts by weight based on 1 00 parts by weight of said acrylic-based polymer. 

54. A recording sheet as claimed in any one of claims 49-53. wherein said ink-absorbing layer further contains a tack- 
is ifier. 

55 A method for the preparation of a recording sheet wherein an ink-absorbing layer composed of an acrylic-based 
" polymer containing 5-50% by mol of a hydrophilic monomer which is a constructing monomer and a solid plastiazer 
is formed over at least one surface of a base material. 

20 56 A method for the preparation of a recording sheet as claimed in claim 55. which comprises forming an ink-absorb- 
" ing layer by coating a water-based composition in which an acrylic-based polymer is dispersed in water over at 
least one surface of a base material. 

ss 57 A recording sheet wherein an ink-absorbing layer is formed over at least one surface of a base material and a 
' delayed-tack layer composed of a thermoplastic resin, a solid plasticizer. and a tackrfier is formed over another sur- 
face of a base material, said solid plasticizer is at least one compound selected from the group of three kinds of 
compounds (i) a multiester compound of (A) (A1) an alcohol having a substituted cyclohexane ring or a substituted 
cydohexene ring substituted by at least one of an alkyl group and having at least 3 carbons in the alkyl group, or 
(A2) an alcohol having a bridged ring containing at least one of a six-membered carbon ring with (B) a polybasic 
acid, (iia) a phosphorus compound having a melting point of 55-100°C or a phosphorus compound represented by 
the following formulae (1a). (1b). (1c) or (2) 
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R ,a 0-P-OR 4a 
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R3 a 
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rIq-P-OR 4 R 3 -P-R 7 



0 R 6 
R 3 
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pn the formulae. R 1 . R 2 , R 3 . R 4 . R 1a . R 3 *. R 4 *. R 5 . R 6 . and R 7 are a hydrocarbon group or heterocyclic group, 
respectively. A is a divalent hydrocarbon group or heterocyclic group, k is 0 or 1. n is an integer of 1-3. however. 
R 1a R 3 * andR 4 " are not simultaneously a phenyl group or 4-t-butylphenyl group. R \R~. and A in the fornwla (1a). 
R 3 . R 4 , and A in the formula (1a). R 1 ". R 3 ". and R 4 * in the formula (1b). R 1 . R 3 and R 4 in the formula (1c). R . R°. 
and R 7 in the formula (2) may form a ring containing phosphorus atom by a combination of at least two groups, 
respectively.], and (ilia) a diester compound of (C) (d) hydroquinone or lesorcinol in which benzene ring may be 
substituted by an alkyl group or (c2) catechol in which benzene ring may be substituted by an alkyl group with (D) 
an organic monobasic acid. 
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58. A recording sheet as claimed in claim 57, wherein said multi ester compound (i) is a multiester compound of (A1 1) 
a substituted cycfohexanol substituted by at least one of an aikyl group and having at least 3 carbons in the alkyl 
group or (A21) an alcohol having a bridged ring containing at least one of a six-membered saturated carbon ring to 
which hydroxy! group or hydroxymethyl group is bonded with (B) a polybasic acid. 

59. A recording sheet as claimed in claim 57 or 58. wherein the content of said solid plasticizer is 30-1000 parts by 
weight based on 1 00 parts by weight of said thermoplastic resin. 

60. A recording sheet as claimed in any one of claims 57-59, wherein said ink-absorbing layer is constructed by a cat- 
ionic monomer having a crosslinkable group and a hydrophilic polymer. 

61. A recording sheet as claimed in any one of claims 57-59, wherein a most outside layer in said ink-absorbing layer 
is formed by a porous layer. 

62. A shrink label, over which a delayed-tack layer composed of a thermoplastic resin, a solid plasticizer, and a tackrfier 
is formed, wherein said solid plasticizer is constructed by the combination of at least two compound groups 
selected from the group of four kinds of compounds (i) a multiester compound of (A) (A1) an alcohol having a sub- 
stituted cyclohexane ring or a substituted cyclohexene ring substituted by at least one of an alkyl group and having 
at least 3 carbons in the alkyl group, or (A2) an alcohol having a bridged ring containing at least one of a six-mem- 
bered carbon ring with (B) a polybasic acid, (iia) a phosphorus compound having a melting point of 55-1 00°C or a 
phosphorus compound represented by the following formulae (1a), (1b), (1c) or (2) 



0 

R la 0-P-0R 4a 
I 

0 

R 3a 



(lb) 



I 

R 6 
(2) 



[in the formulae. R 1 , R 2 . R 3 , R 4 . R 1a , R 3a . R 4 *. R 5 . R 6 , and R 7 are a hydrocarbon group or heterocyclic group, 
respectively. A is a divalent hydrocarbon group or heterocyclic group, k is 0 or 1, n is an integer of 1-3. however, 
R 1a , R 3 *, and R 4 * are not simultaneously a phenyl group or 4-t-butylphenyl group, R 1 , R 2 , and Ain the formula (1a), 
R 3 , R 4 and A in the formula (1a), R 1a , R 3a , and R^ in the formula (1b), R 1 , R 3 and R 4 in the formula (1c), R 5 . R 6 . 
and R 7 in the formula (2) may form a ring containing phosphorus atom by a combination of at least two groups, 
respectively.], and (iiia) a diester compound of (C) (d) hydroquinone or lesorcinol wherein benzene ring may be 
substituted by an alkyl group, or (c2) catechol wherein benzene ring is substituted by an alkyl group with (D) an 
organic monobasic acid, and (iv) dicyclohexylphthalate. 

63. A shrink label as claimed in claim 62, wherein said multiester compound (i) is a multiester compound of (A1 1) a 
substituted cyclohexanol substituted by at least one of an alkyl group and having at least 3 carbons in the alkyl 
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group or (A21) an alcohol having a bridged ring containing at least one of a six-membered saturated cartoon ring to 
which hydroxy! group or hydroxymethyl group is bonded with (B) a polybasic add. 

64. A shrink label as claimed in claim 62 or 63, wherein the content of said solid piasticizer in said de!ayed-tack layer 
is 30-1000 parts by weight based on 100 parts by weight of said thermoplastic resin. 

65 A shrink label as claimed in any one of claims 62-64, wherein said delayed-tack layer contains a thermoplastic 
" resin, a solid piasticizer, and a tacWf ier and, moreover, it is coated by coating a water-based composition in which 
said thermoplastic resin is dispersed in water. 

66. A shrink label as claimed in any one of claims 62-65. wherein a printed layer is formed on at least one surface of a 
shrink f ilm. 

67. A shrink label as claimed in any one of claims 62-66, wherein a layer is formed between a shrinkf ilm and a delayed- 
tack layer. 

68 A water-based resin composition obtained by emulsifying while adding water to a resin solution obtained through a 
solution polymerization of 0.5-50% by weight of (G) a polymerizable unsaturated monomer having a hydrolyzabte 
silyl group. 1-20% by weight of at least one of (H) a polymerizable unsaturated monomer having an ion-formable 
group. 1-40% by weight of (I) a polymerizable unsaturated monomer having a polydimethylsiloxane structure, and 
{100-[total amount of (G)+(H)+(I)]}% by weight of (J) other polymerizable unsaturated monomers. 

69. A water-based resin composition as claimed in claim 68, wherein it is obtained by removing a polymerization sol- 
vent after emulsifying. 

70. A water-based resin composition as claimed in claim 68 or 69, wherein said (I) a polymerizable unsaturated mon- 
omer having a polydimethylsiloxane structure is at least one kind selected from a polymerizable unsaturated mon- 
omer represented by general formula (1 1) or general formula (12), 
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[in the general formula (1 1) or general formula (12), p represents an integer of 1-15]. 

71. A water-based coating agent wherein a water-based resin composition as claimed in any one of claims 68-70 is 
employed. 

A water-based coating composition containing (O) a core/shell type water-based emulsion wherein core conpo- 
nents are comprised a copolymer of 5-50% by weight of (K) a polymerizable unsaturated monomer represented by 
general formula (XXXI) 7 



CH 2 =C (R 31 ) COOR 32 



(XXXI) 



(in the formula, R is a hydrogen or a methyl groip, and R 32 is a substituted alky! group having an epoxy group or 
a epoxy group-equivalent compound) and/or (L) a polyvalent epoxy compound having at least two epoxy groips in 
the molecule with 95-50% by weight of (M) other polymerizable unsaturated monomers which are copolymerizable 
with the (K) a polymerizable unsaturated monomer and the (L) a polyvalent epoxy compound and shell components 
are comprised a copolymer of 2-50% by weight of (IM) a polymerizable unsaturated monomer having carboxyttc 
group with 98-50% by weight of (M) other polymerizable unsaturated monomers which are copolymerizable with 
the (N) a polymerizable unsaturated monomer having carboxylic group, and a water-soluble silicate (P) repre- 
sented by general formula (XXXII) 



MgO-xSiOg 



(XXXII) 



(in the formula, M represents an alkali metal belonged to No. IA group in the periodic table, and x represents the 
number of 2.0-7.5) in a mixing proportion ratio of (O):(P)=10:1-1:10 by weight based on the solid content 

73. A water-based coating composition as claimed in claim 72, wherein R 32 in said (K) a polymerizable unsaturated 
monomer represented by the general formula (XXXI) is selected from the following alkyi group (31), (32). and (33) 
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containing an epoxy group or a epoxy group-equivalent compound. 
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l I 
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R 33 

CH 2 -C -CH 2 

V 



(32) 



(33) 



(in the formulae. R 33 represents a hydrogen or a methyl group, and X represents a halogen atom). 

74 A water-based coating composition as claimed in claim 72 or 73, wherein said (L) a polyvalent epoxy compound is 
a compound selected from a bisphenol A diglycidylether, a bisphenol A di-pmethylglycidylether ( a bisphenol F dig- 
lycidylether. and a bisphenol F di-pmethylglycidylether. 

75. A water-based coating composition as claimed in any one of claims 72-75, wherein said (M) other polymerizable 
unsaturated monomers include at least one monomer selected from a (meth)acrylic ester, styrene or a styrene 
derivative, (meth)acrylonitrile, a vinyl monomer having amide bond, a vinyl monomer having hydroxyl group, and a 
vinyl monomer having siiyl group. 

76. A water-based coating composition as claimed in any one of claims 72-75. wherein said (O) a core/shell type water- 
based emulsion is a core/shell type water-based emulsion prepared by an emulsion polymerization with a radical 
polymerization initiator through emulsifying respective monomers for said copolymer to be constructed for into 
water using said shell components as a high molecular weight dispersant after polymerization of a copolymer to be 
constructed for said shell components 

77. A water-based coating corrposition as claimed in any one of claims 72-76, wherein a core/shell weight ratio in said 
(O) a core/shell type water-based emulsion is core:shell=9:1-1:9. 

78. A water-based coating composition as claimed in any one of claims 72-77. wherein Tg is -40 to 100°C in said copol- 
ymer to be constructed for said core components, and Tg is -40 to 100°C in said copolymer to be constructed for 
said shell components in said (O) a core/shell type water-based emulsion. 
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